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is a source of levoglucosan in the ambi-
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Levoglucosan, an anhydrosaccharide, is commonly used as an organic tracer for biomass burning, but has also
been identified from coal smoke particulate matter (PM) including lignites. Here we showed that stable carbon
isotope analysis specifically of levoglucosan may be one possible way to determine the relative contributions
from coal combustion versus biomass burning sources. PM samples were collected from low-temperature burn-
ing/smoldering of Miocene lignites from Poland and basket willow (Salix viminalis L.) representative of biomass.
The calculated levoglucosan 6'>C values of xylites varied from —23.6 to —21.6%., while for detritic coal samples
they ranged from —24.2 to —23.1%., with means of —22.7 and —23.7%., respectively. The calculated
levoglucosan 6'3C value of basket willow wood was —27.1%.. Values of willow wood mixtures with xylite varied
from —25.8 to —23.4%. (with an increasing proportion of xylite), while values of mixtures of willow and detritic
coal ranged from —26.9 to —24.6%. (with an increasing proportion of detritic coal). The 5'3C values for the mix-
tures changed proportionally to the contents of individual components with R? = 0.88 and 0.89 for willow with
xylite and detritic coal, respectively. The hopanoid distributions characteristic for low-temperature lignite/peat
burning, with a predominance of 22R-a,3-homohopane, 33-hopanes and hopenes, as well as low or very low
values of the homohopane index, were observed in smoke PM from most lignite samples and absent in the basket
willow sample. Thus, the relatively high content of hopanes (with the occurrence of 22R-c,3-homohopane, 33~

hopanes and hopenes) in atmospheric PM samples can be treated as additional tracers of lignite combustion.
© 2020 The Authors. Published by Elsevier B.V. This is an open access article under the CC BY license (http://
creativecommons.org/licenses/by/4.0/).
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1. Introduction

The problem of poor air quality is a global phenomenon that has an
adverse effect on human health. Pollution from particulate matter (PM)
creates a substantial burden of disease, and reduction of life expectancy
by almost 9 months on average in Europe (WHO, 2013). To be able to
effectively counteract air pollution, one must first know the sources of
various harmful substances. In recent decades, in the field of
atmospheric chemistry, organic tracers which allow the source
apportionment of organic pollutants occurring in aerosols are gaining
importance (e.g. Cass, 1998; Simoneit, 1984, 1999; Liu et al., 2008;
Caseiro et al., 2009; Thurston et al., 2011; Sun et al., 2016). Levoglucosan
(1,6-anhydro-p-p-glucopyranose), derived from cellulose burning
(Simoneit et al., 1999; Fabbri et al., 2008, 2009), as well as mannosan
(1,6-anhydro-B-D-mannopyranose) and galactosan (1,6-anhydro-3-p-
galactopyranose), originating from thermal degradation of
hemicelullose (e.g. Nolte et al., 2001; Fine et al., 2002, 2004), are
considered as the major and most robust tracers of biomass burning.
However, research conducted in recent years indicates that
levoglucosan, mannosan and to a lesser extent also galactosan can be
emitted into the atmosphere during the burning of coals, especially
lignites (Fabbri et al., 2008, 2009; Yan et al., 2018; Rybicki et al.,
2020). This is particularly important, because in some countries, e.g.
China or Poland, emission of black and brown carbon PM is highly
connected with coal burning (Yan et al., 2017, 2018; Goérka et al,,
2014; Lubecki et al., 2019), which links the origin of a portion of
levoglucosan with coal burning.

In Poland, brown coal (lignite) is mined in four large and one smaller
mine, with a total of nine opencasts. The deposits mined are of the
Lower and Middle Miocene age. These coals are used in five power
plants, and their energy generated represents about 31% of the national
energy mix (Ehrenhalt, 2019). Additionally, many households,
especially those in the close proximity to lignite mines, use that coal
in home furnaces, which are one of the most important sources of low
temperature PM emissions, including smog. Brown coal was available
for retail sale in Poland until the end of 2019. Therefore, it seems
currently to be difficult to correctly identify the source of levoglucosan
in aerosols during winter in Poland.

Stable carbon isotope analysis measured directly on levoglucosan can
be considered as one possibility to distinguish its emission sources.
Because this compound is a thermal decomposition product of cellulose
(Simoneit et al., 1999), the carbon isotope signal of levoglucosan
measurements should correspond to the §'3C values determined for
cellulose. According to literature data, the 6'>C values of cellulose differ
significantly between Miocene lignite samples and recent biomass (e.g.
McCarroll and Loader, 2004; Bechtel et al., 2008; Taylor et al., 2008).
These differences are due to considerable climate change since the Middle
Miocene. The climate in the northern hemisphere was much warmer and
wetter during the Lower and Middle Miocene compared to recent years
(Piwocki and Ziembinska-Tworzydto, 1997; Bechtel et al., 2008), which
is recorded as decreasing 6'>C values since the Middle Miocene (e.g.
Farmer, 1979; Saurer et al., 1995; Loader et al., 2007; Dodd et al., 2008).
Therefore, the 8'>C measurements carried out directly on levoglucosan
derived from various sources (lignite and biomass combustion) should
potentially show different isotopic signals.

Our main goal in this study was to show that the 8'3C values
measured directly on levoglucosn derived from Polish Miocene lignite
and biomass burning differ from each other. Levoglucosan-specific
stable carbon isotope analyses are a potential way to deconvolute the
sources of levoglucosan in the ambient air, especially in lignite mining
and processing regions. To represent biomass, we used basket willow
wood (Salix viminalis L.), a fast-growing shrub commonly occurring in
Europe that is also grown for use in the energy sector. Additionally,
the molecular compositions of PM originating from low-temperature
burning of lignite, willow wood and their proportional mixtures were
compared in order to show differences between these sources of PM.

2. Materials and methods
2.1. Samples

Seven samples of Polish lignite of Miocene age and one sample of
basket willow (Salix viminalis L.) were collected for burn test analysis.
Two samples (one xylite and one detritic coal) from the J6Zwin IIB
opencast mine were chosen to make mixtures with the willow wood.
The series of mixtures (xylite with willow and detritic coal with willow)
were prepared in various proportions (from 10% to 90% of each
component, for example the prefix JD10W90 indicates the sample con-
tains 10% detritic coal and 90% willow, while [X90W10 indicates the
sample contains 90% xylite and 10% willow). All samples are listed in
Table 1. The mean huminite reflectances for the lignites from the
mines are: J6zwin Rr = 0.19% (n = 13), Kazimierz Rr = 0.19 (n =
24) and Belchatéw Rr = 0.2% (n = 21) (Fabianska, 2007). General
background information about the Polish lignite deposits can be found
in Widera (2016).

2.2. Burn tests

PM;, samples were taken by high-volume filtration of smoke from
low-temperature, open-fire burning/smoldering of the lignites and wil-
low wood. The measured temperature of combustion ranged from 190
to 330 °C with lower temperatures for detritic coals, higher for xylites
and about 260 °C for basket willow. The smoke was generated by
placing 50 g of the powdered sample (lignite, willow and their
mixtures) in a ceramic crucible and leaving it to burn down until the
fire went out. After the fire was started with a gas torch, the smoke
was collected on a precleaned, quartz fiber filter with a Hi-Vol air
sampler (Atmoservice LVS-3D) at a constant flow of air of 2.3 m?/h. A
blank sample of the ambient air from the burn room contained only
small amounts of n-hexadecanoic and n-octadecanoic acid with a
trace of additional other n-fatty acids.

2.3. Extraction and derivatization

The quartz fiber filter samples were extracted using a dichlorometh-
ane (DCM)/methanol mixture (1:1, v:v) by agitation with an ultrasonic
bath. Aliquots of the total extract of selected samples were dried under
nitrogen in 2 mL vials with a Biotage TurboVap® LV and then converted
to trimethylsilyl (TMS) derivatives by reaction with N,0-bis-
(trimethylsilyl)trifluoroacetamide (BSTFA), 1% trimethylchlorosilane,
and pyridine for 3 h at 70 °C. The excess reagent was then removed
under blow-down with dry nitrogen and the sample mixture dissolved
in an equivalent volume of n-hexane. A blank sample (silica gel) was
analyzed using the same procedure. Trace amounts of phthalates, n-
fatty acids and n-alkanols were found.

2.4. Gas chromatography - mass spectrometry

Gas chromatography - mass spectrometry (GC-MS) analyses were
carried out with an Agilent Technologies 7890A gas chromatograph
and Agilent 5975C Network mass spectrometer with Triple-Axis
Detector (MSD). Helium (6.0 Grade) was used as a carrier gas at a
constant flow of 2.6 ml/min. Separation was obtained on a J&W HP5-
MS (60 m x 0.32 mm i.d., 0.25 pm film thickness) fused silica capillary
column, coated with a chemically bonded phase (5% phenyl, 95%
methylsiloxane), for which the GC oven temperature was programmed
from 45 °C (1 min) to 100 °C at 20 °C/min, then to 300 °C (hold 60 min)
at 3 °C/min, with a solvent delay of 10 min.

The GC column outlet was connected directly to the ion source of the
MSD. The GC-MS interface was set at 280 °C, while the ion source and
the quadrupole analyzer were set at 230 and 150 °C, respectively.
Mass spectra were recorded from 45 to 550 da (0-40 min) and
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Table 1
Carbon isotopic compositions of levoglucosan, ratio of levoglucosan to (galactosan + mannosan), hopane to levoglucosan ratio, total organic carbon content and total sulfur content in the
samples.
Sample Location Coal LG 8'3C (%, LG 8'C (%, PDB) LG 6'3C (%, PDB) calculated for LG/(GA+ 3 TOC TS
type PDB) calculated lignite/willow mixture MN) hopanes/levoglucosan (%) (%)
x 100%
Benzoic Acid (TMS)  Standard —29.63
Benzoic Acid Standard —26.44 —37.08
Levoglucosan Standard —30.39
(TMS)
Levoglucosan Standard —27.16 —36.85
mean —36.97
B1426_75-81BT Belchatéw Detritic —28.23 —23.87 189.32 n.d. 5694 14
B1426_87-93BT Belchatéw Detritic —27.71 —23.09 98.01 n.d. 58.16 138
IBB10BBT Jézwin I1B Xylite —27.14 —22.23 19.27 0.16 56.64 3.1
J10CBT Jézwin I1B Charcoal —26.73 —21.62 73.76 1.30 5868 22
K1BT Kazimierz Xylite —28.06 —23.61 12.02 n.d. 65.03 2.01
X Jézwin I1B Xylite —27.84 —23.28 24.53 n.d. 5724 212
JD Jézwin I1B Detritic —2842 —24.15 45.65 10.24 5447 1.55
JX90WL10 J6zwin —27.90 —23.37 —23.75 2481 n.d. n.d. n.d.
11B/Willow
JX80WL20 Jézwin —27.81 —23.24 —24.05 20.75 n.d. n.d. n.d.
1IB/Willow
JX70WL30 Jézwin —28.08 —23.64 —2443 n.d. n.d. n.d. n.d.
11B/Willow
JX60WL40 Jézwin —28.14 —23.73 —24.81 22.61 n.d. n.d. n.d.
11B/Willow
JX50WL50 Jézwin —28.58 —24.39 —25.19 19.44 n.d. n.d. nd.
1IB/Willow
JX40WL60 Jézwin —29.57 —25.88 —25.58 25.36 n.d. n.d. n.d.
11B/Willow
JX30WL70 Jézwin —29.25 —25.40 —25.96 22.09 n.d. n.d. n.d.
1IB/Willow
JX20WL80 Jézwin n.d. n.d. —26.34 17.10 n.d. n.d. n.d.
1IB/Willow
JX10WL90 Jézwin —29.51 —25.79 —26.72 17.46 n.d. n.d. n.d.
11B/Willow
WL Willow —30.39 —27.10 13.70 n.d. n.d. n.d.
JD10WL90 Jézwin —30.26 —26.91 —26.81 11.86 0.23 n.d. n.d.
1IB/Willow
JD20WL80 Jézwin —29.65 —26.00 —26.51 9.73 0.47 n.d. n.d.
1IB/Willow
JD30WL70 Jézwin —29.40 —25.62 —26.22 10.56 0.74 n.d. n.d.
11B/Willow
JD40WL60 Jézwin —29.18 —25.29 —25.92 1031 1.01 n.d. n.d.
11B/Willow
JD50WL50 Jézwin —29.24 —25.38 —25.63 9.47 1.79 n.d. n.d.
11B/Willow
JD60WL40 Jézwin —28.92 —24.90 —25.33 10.82 2.77 n.d. n.d.
1IB/Willow
JD70WL30 Jézwin —28.87 —24.83 —25.04 9.73 2.40 n.d. n.d.
1IB/Willow
JDSOWL20 J6zwin —29.01 —25.04 —24.74 8.57 5.77 n.d. n.d.
11B/Willow
JD90OWL10 Jézwin —28.74 —24.63 —24.45 15.64 9.00 n.d. n.d.
1IB/Willow

LG = levoglucosan.
GA = galactosan.
MN = mannosan.

n.d. = not determined.

50-700 da (> 40 min). The MS was operated in the electron impact
mode, with an ionization energy of 70 eV.

2.5. Quantification and identification

An Agilent Technologies MSD ChemStation E.02.01.1177 and the
Wiley Registry of Mass Spectral Data (9th edition) software were used
for data collection and mass spectra processing. Levoglucosan was
confirmed by analysis of a reference standard.

2.6. Stable carbon isotope measurements and calculations

The &!3C values of benzoic acid and levoglucosan standards
(underivatised and derivatised), as well as levoglucosan from burning

experiments of detritic coal, xylites and their mixtures with willow,
were measured in duplicate using a Trace GC-Ultra gas chromatograph
attached to a Thermo Fischer Delta-V isotope ratio mass spectrometer
(irMS) via a combustion interface (GC Isolink, Thermo Fischer). The
GC coupled to the irMS was equipped with a 30 m DB-5MS fused silica
capillary column (i.d. 0.25 mm; 0.25 pm film thickness). The GC oven
temperature was programmed from 70 to 300 °C at a rate of 4 °C/min,
followed by an isothermal period of 15 min. Helium was used as the
carrier gas. The sample was injected in the spitless mode at 275 °C.
Raw isotope values were initially converted to the international
standard VPDB and scale using the Thermo Isodat 3.0 software. Pulses
of the CO reference gas were measured at the beginning and end of
each analysis. Sample 6'3C values were further corrected using the
slope and intercept of the measured and known values of the C3 n-
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alkane standard mix (which contains the n-C;, n-Cy9, n-Cy1, n-Cy3, and
n-Cys alkanes) from Arndt Schimmelmann (Indiana University, USA)
which was run at the beginning and end of each sequence, as well as
after every 8 to 10 sample injections. Analytical reproducibility was in
the range of 0.2-0.4%..

The obtained §'3C values of underivatised and derivatised benzoic
acid and levoglucosan were used to calculate 5!3C of the derivatisation
trimetylsilyl group from the reagent (BSTFA: mean 6'>C of —37.0%;
Table 1). The isotopic shift due to the carbon introduced to levoglucosan
by derivatisation was corrected by the following relationship
(Ballentine et al., 1998):

8" Cuermms) = fic 8"°Cue + frws 8" Crws

where §">Cicitms), 8'°Crc and §'3Cryss are the carbon isotope composi-
tion of the levoglucosan (TMS), the levoglucosan, and the BSTFA used
for derivatisation, respectively; and fic and frvs are the carbon fractions
in the levoglucosan (TMS) due to the underivatised levoglucosan and
BSTFA, respectively.

3. Results and discussion

3.1. Levoglucosan-specific stable carbon isotope compositions and relative
contributions from coal combustion versus biomass burning

The calculated levoglucosan §'3C values of the xylites vary from
—23.6 to —21.6%., while for the detritic coal samples they range from
—24.2 to —23.1%., with mean values of —22.7 and —23.7%,, respec-
tively (Table 1). These &'3C values for levoglucosan are clearly lower
than the 6'3C values for cellulose extracted from fossil wood remains
of the Lubstéw opencast which range from —22.6 to —19.5%., with a
mean of —20.8%. (Bechtel et al., 2007). The calculated levoglucosan
813C value of the basket willow is —27.1%., which is significantly
lower than those measured for numerous southeastern Chinese plants
with levoglucosan 6'3C values ranging from —25.6 to —22.2%. (Sang
et al,, 2012). However, the climate in southeastern China is much
warmer and wetter compared to central Europe which has a significant
impact on the values of stable carbon isotopes (e.g. Lipp et al., 1991;
Diefendorf et al., 2010; Werner et al., 2012).

The next step of our study was the measurement of levoglucosan
613C values for mixtures of lignite and basket willow to check changes
in carbon isotope values depending on the percentage of individual
components of the mixture. Values of willow mixtures with the J6zwin
IIB xylite vary from —25.8 to —23.4%. (with an increasing proportion of
xylite), while values of mixtures of willow and detritic coal from the
J6zwin IIB opencast range from —26.9 to —24.6%. (with an increasing
proportion of detritic coal, Table 1, Fig. 1). The 6'3C values for the mix-
tures change proportionally to the content of individual components
with R? = 0.88 and 0.89 for the mixtures with xylite and detritic coal,
respectively.

Such relevant differences in 6'C values of levoglucosan between
lignites and biomass suggest that carbon isotope values can be useful
for determining the PM source in environmental studies. So far, data
of levoglucosan carbon isotope values for aerosols from urban to rural
areas are limited to China. The 6'3C values for levoglucosan measured
for rural, suburban and urban areas of Guangdong province, China
were between —25 to —20%., generally higher for urban and lower
for rural areas (Fig. 1 in Gensch et al., 2018). Higher values (—23 to
—20%.) correspond to emissions from brown coal burning (Table 1),
and because urban environments are strongly impacted by such
burning (Yan et al., 2017, 2018) an origin of levoglucosan (at least
part of it) from such emissions is highly probable. Values of 5'3C for
levoglucosan from burning of biomass samples in South China were
measured by Sang et al. (2012) and ranged from —26.5 to —22%,,
with a mean of —25%. (Table 2 in Sang et al., 2012). This in turn
corresponds to the 6'3C values of —27%. measured for basket willow

a o%
-22,5 1
-23,0 A
-23,5 1
24,0 4

Xylite

24,5 -
-25,0 1
-25,5 -

LG 6"C (%o, PDB)

-26,0 1

265
270 3
275 -

100 %
b o«

24,0 -

Salix viminalis 0%

Detritic lignite

24,5 -
-25,0 - ¢
25,5 -

-26,0 L 4

LG 8"C (%o, PDB)

-26,5
27,0 % *
275

100 %

Salix viminalis 0%

Fig. 1. Cross correlation of (a) the 5'>C values of levoglucosan from xylite/willow smoke
mixtures and (b) the §'>C values of levoglucosan from detritic lignite/willow smoke
mixtures vs the xylite/detritic lignite and willow wood contents in the smoke samples.

(Table 1). More data, especially from different aerosol regions and
combustion sources, is needed to unequivocally confirm these
observations, but hitherto the results seem promising.

For carbon isotope measurements of levoglucosan it is important
to consider that at burn temperatures up to 300 °C the isotope values
can change (&£ 1.5%), which is related to the preferential
decomposition of compounds with heavier or lighter 6'>C values in
C4 and C3 plant biomass, respectively (Ballentine et al., 1998;
Wiesenberg et al., 2009). Above 300 °C further isotopic fractionation
does not occur (Wiesenberg et al., 2009). This additional
temperature factor indicates that the results obtained cannot be
regarded as precise and only ranges of specific 8'3C values can be
used for assessing the sources of levoglucosan. The other important
factor is the stability of levoglucosan. Current data are very
divergent, characterizing the ambient stability of levoglucosan
from 0.7-2 days to much >10 days (see review in Bhattarai et al.,
2019). Influences of processes such as photooxidation or
degradation by reaction with OH radicals can change the isotopic
signal of levoglucosan. Gensch et al. (2018) noticed that the 6'C of
ambient levoglucosan was heavier than the average &'3C of
levoglucosan found in source samples from C3-plant combustion.
Here we show that an alternative source of heavy levoglucosan can
be burning of lignite and maybe also other kinds of coal.

3.2. Organic tracers of lignite and biomass burning

7Levoglucosan is the main compound in almost all smoke PM
samples. Mannosan is also present in all samples but in lesser amounts,
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while galactosan occurs only in traces (Fig. 2). The levoglucosan to
(galactosan + mannosan), LG/(GA + MN), ratio values vary from 12
to 74 for xylites (31 to 92 for xylites in Fabbri et al., 2009) and from
46 to 189 for detritic coals (Table 1). Such a significant preponderance
of levoglucosan over mannosan and galactosan is probably due to the
fact that cellulose is more abundant in plants, and more resistant to
hydrolysis and diagenetic (bio)degradation than hemicelluloses (e.g.
Sundqvist, 2004; Lechien et al., 2006; Yang et al., 2007; Marynowski
et al., 2018). However, the effect of burn temperature should also be
taken into account (see below). Thus, in lignite smoke PM levoglucosan,
a product of the thermal degradation of cellulose, clearly dominates
over mannosan with only traces of galactosan. The LG/(GA + MN)
ratio in willow smoke PM is 13.7 which is typical for hardwood (Nolte
et al, 2001; Fine et al.,, 2002; Sang et al.,, 2012) although it is dependent
on the hardwood species and some reported results of the ratio were
lower (Engling et al., 2006; Schmidl et al., 2008). The values of the LG/
(GA + MN) ratio in smoke PM from xylite/willow mixtures vary from
17.1 (sample with 80% of willow) to 24.8 (sample with 90% of xylite).
Moreover, the LG/(GA + MN) ratio is highly dependent on temperature
of combustion, and differences in the values between burning and
smoldering have been noticed (Engling et al., 2006; Kuo et al., 2011;
Vicente and Alves, 2017; Bhattarai et al., 2019; Kitimal et al., 2019).
The concentrations of mannosan and galactosan decreased more rapidly
than levoglucosan with temperature increases and all these compounds
disappear above ca. 350 °C (Kuo et al., 2011; but also see Bhattarai et al.,
2019; Suciu et al., 2019). That may explain the diverse values of the LG/
(GA + MN) ratios for smoke PM from detritic lignite/willow mixtures.
Polish detritic lignites (Miocene) usually contain significantly lower
amounts of cellulose (and probably only trace amounts of hemicellu-
loses) than xylites (Marynowski et al., 2018). Thus, their LG/(GA
+ MN) ratio values are very high (see detritic coals in Table 1) but
also the burn temperatures of detritic coals are lower than those
recorded during burning of willow with/or xylite. Therefore, the
addition of even a small amount of willow to the detritic coal caused a
significant decrease in the LG/(GA + MN) ratio values (Table 1).
Moreover, an increase in the burn temperature caused by the addition
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of willow, resulted in a reduced emission of mannosan and galactosan.
Consequently, despite an increase in willow content in the willow/
detritic coal mixture, which contains significantly more hemicellulose
than detritic coal alone, the LG/(GA + MN) ratio remains at a similar
level (Table 1). As indicated in previous studies, the hopanoid
distributions with an enhanced enrichment of BB-hopanes and
hopenes, as well as high levels of 22R-o,3-homohopane, are
characteristic for smoke from low-temperature burning of peat and lig-
nite (Oros and Simoneit, 2000; Abas et al., 2004; Rybicki et al., 2020),
whereas those compounds are not observed in products from biomass
burning (Rogge et al, 1998; Oros and Simoneit, 2001a, 2001b;
Simoneit, 2002; Medeiros and Simoneit, 2008). The homohopane
index, 22S/(22S + 22R), the ratio between 22S-17a(H),213(H)-
homohopane and its 22R-epimer, is used to assess this input to aerosol
PM. In our PM samples from low-temperature burning/smoldering of
lignite the values of the 22S/(22S + 22R) homohopane ratio are low
or very low (in samples JD and J10CBT the 22S-epimer is absent) with
a dominance of af3-homohopane, BB-hopanes and hopenes (e.g.
Fig. 3). No hopanes are detectable in some samples (B1426_75-81BT,
B1426_87-93BT, JX, K1_BT and basket willow). The relationship
between the relative content of the total hopanes as a ratio with the
content of levoglucosan, which is the main compound in each willow/
detritic coal sample, is plotted in Fig. 4. A positive correlation (R? =
0.96) is observed between the relative content of hopanes and the pro-
portion of detritic coal in the burn samples. Importantly, detritic coal is a
raw material used in power production and domestic furnaces, while
xylite is usually treated as waste. For this reason, the relatively high
content of hopanes (with an enrichment of the compounds specific to
lignite) in atmospheric PM samples can be treated as tracer of brown
coal combustion. If anhydrosugars (including levoglucosan) are present
in ambient aerosol PM, there is a high probability that a portion of those
compounds are derived from brown coal and not only biomass
combustion.

Moreover, most coal smoke PM samples contain terpenoids like
cadalene, ferruginol, 6,7-dehydroferruginol, sugiol, des-A-allobetulin and
phyllocladane, which are typical conifer-derived compounds (Simoneit
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Fig. 2. Total ion current (TIC) chromatogram from GC-MS analysis of the PM extract of the JX xylite burn test sample showing the organic compound distributions.
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Fig. 3. Partial m/z 191 mass chromatogram for the PM extract of the JD lignite burn test sample showing the typical hopane distribution, with high concentrations of 33-hopanes and

hopenes.

and Mazurek, 1982; Otto and Simoneit, 2001; Marynowski et al., 2007).
Friedelin, a pentacyclic triterpenoid common epicuticular plant waxt, is
observed in detritic coal smoke samples (Oros and Simoneit, 2000).
Shonanin, a lignan that occurs in conifers (e.g. Yamamoto et al., 2004;
Fabbri et al., 2009) is present in minor amounts in two xylites (JX and
K1_BT). Although all these compounds if present in aerosol PM would
suggest an origin from lignite burning, they can be also generated by
burning of gymnosperm wood (Oros and Simoneit, 2001a, 2001b).
However, the co-occurrence of these compounds with hopanoids,
which indicate an immature OM character, and levoglucosan
characterized by 8'3C values between ca. —23 to —20%., can suggest a
carbonaceous component in smoke PM from burning of lignite.

4. Conclusions

1. Values of 8'3C measured for levoglucosan generated from burning of
Miocene lignites are ca. 3-4%. heavier than values measured for
levoglucosan from biomass burning, and range from —24 to —22%..

0% Detritic lignite 100 %

>

2 _
10 | R'=0.96

L4
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0@

100 %

Salix viminalis L. 0%

Fig. 4. Cross correlation of the total hopanes/levoglucosan ratio to the proportional detritic
lignite and willow smoke contents in the samples.

2. Values of the LG/(GA + MN) ratio depend on temperature and type
of combustion. The measured temperature of combustion of Polish
lignites (Miocene) ranged from 190 to 330 °C with lower
temperatures for detritic coals, higher for xylites and about 260 °C
for basket willow.

3. Co-measurement of stable carbon isotope values for levoglucosan,
the LG/(GA + MN) ratio, as well as the presence of thermally less
stable hopanes in aerosols can be potentially useful to assess the
sources of levoglucosan.

4. More source and field data is needed to specifically confirm that
stable carbon isotope measurements of levoglucosan can be used as
a tool to determine the relative contributions from coal combustion
versus biomass burning sources, especially in the ambient
environment.
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