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Summary

This report presents VOC (volatile organic compound) measurements carried out during 2023 at EMEP
monitoring sites. In total, 19 sites reported VOC-data from EMEP VOC sites this year.

The monitoring of VOCs has become more diverse with time in terms of methods and instrumentation.
Starting in the early 1990s with standardized methods based on manual sampling in steel canisters and
adsorption tubes with subsequent analyses at the lab, the methods now consist of a variety of
instruments and measurement principles, including automated continuous monitors and manual flask
samples.

Within the EU infrastructure project ACTRIS, data quality issues related to measurements of VOCs are
important topics. Most of the institutions providing VOC-data to EMEP are participating in the ACTRIS
infrastructure, either as formal partners or on a voluntary basis. Participation in ACTRIS means an
extensive effort with data-checking including detailed discussions between the ACTRIS community and
individual participants. There is no doubt that this extensive effort has benefited the EMEP-program
substantially and has led to improved data quality in general.

In general, the levels in 2023 agree well with the previous 5-years period, but the lack of sites with long
and consistent time series poses a substantial problem for making reliable long-term trend assessments
for VOCs. Breaks in the time series are caused by shifts in instrumentation/method or stations being
closed or moved etc. In this report, we have estimated the trends in individual NMHCs over the 2001-
2023 period for one single station (HohenpeilRenberg), using a so-called GAM (generalized additive
model), that removes the effect of anomalies in the meteorology.

The results indicate substantial reductions in the observed levels of the NMHCs over the 2001-2023
period at this site. Furthermore, significant differences in the trends for the various species are found.
The strongest declines are found for toluene, ethene, m-p-xylene and i-pentane which in 2023 are seen
at levels only 35-45% of that in 2001 meaning a drop of the order of 55-65 % since 2001. The other NMHC
have dropped to around 70-90% from the 2001 levels meaning a reduction of 10-30% during this 22-
years period. These trend numbers refer to the trends adjusted for variations in meteorology.

These reductions are in line with the emission data from the so-called EMEP-West region although a
quantitative comparison species-by-species could not be done since the EMEP emission data are given
for the sum of aggregated NMHCs and not for individual substances.
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VOC measurements 2023

1 Introduction

1.1 Historical background

The EMEP VOC monitoring programme was initiated at the EMEP Workshop on Measurements of
Hydrocarbons/VOC in Lindau, 1989 (EMEP/CCC, 1990). A three-fold objective of the measurement
programme was defined at the workshop:

e  Establishing the current ambient concentrations

e  Compliance monitoring (“Does the emission control programme lead to a reduction of
atmospheric concentrations?”)

e  Support to the transboundary oxidant modelling (prognostic and diagnostic)

The Workshop recommended that as a first step it would be sufficient with VOC monitoring at 10-15 rural
sampling sites and taking two samples per week centred at noon GMT at each station. Collection in
stainless steel canisters and analyses by high resolution gas chromatography was recommended for the
detection of light hydrocarbons, whereas impregnated adsorbent tube sampling combined with high
performance liquid chromatography (HPLC) was recommended for the detection of carbonyls.

VOC measurements within EMEP started with the collection of grab samples of light hydrocarbons in
mid-1992 and measurements of carbonyls in 1993. Initially, five stations were included in the monitoring
programme: Rucava (LV0010), KoSetice (CZ0003), Waldhof (DE0002), Ténikon (CH0032) and Donon
(FR0O008). Since then, the number and selection of VOC measurement sites have changed several times.

EMEP VOC measurements are reported annually and presented in reports for consideration by EMEP-
TFMM and the EMEP Steering Body. Previous results from the EMEP VOC programme have been
presented in annual reports (e.g. Solberg, 2023 and references therein). An EMEP expert meeting on VOC
measurements was organised in Berlin, 1994 (EMEP/CCC, 1995), and an evaluation of the measurement
programme was made in 1995 (Solberg et al., 1995).

VOC-data from the EMEP-network have been published and documented in numerous publications, e.g.
Waked et al. (2016), Hellen et al. (2015), Hoerger et al. (2015), Malley et al. (2015), Terseth et al. (2012),
Worton et al. (2012), Sauvage et al. (2009), Plass-Diilmer et al. (2009), Plass-Diilmer et al. (2002), Hakola
et al. (2006), Borbon et al. (2004), Solberg et al. (2001), and Solberg et al. (1996). Details about the VOC
monitoring program are given in the EMEP annual reports such as Solberg (2024) and references therein.
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2 Status of the measurement programme

2.1 The station network

The locations of the EMEP monitoring sites for VOCs in 2023 are shown in Figure 1 and an overview of the
measurement programme and the responsible laboratories is given in Table 1. In total, 18 measurement
sites and 11 laboratories were included in the EMEP VOC program in 2023.

The measured VOCs consist of various groups of species which could be split into non-methane
hydrocarbons hereafter named NMHCs and oxygenated species hereafter named OVOCs. Monitoring of
NMHCs are carried out at all sites except ES0001, whereas OVOCs are measured at fewer sites.

@ Carbonyl DNPH tubes

{7} HMHC canister samples |
3 NMHC online GC s
@ VOC PTR:MS

@ NMHC Medusa

Figure 1:  Monitoring sites for VOC in 2023.

The VOC monitoring at EMEP sites has become more diverse with time in terms of methods and
instrumentation. This is illustrated in Figure 2. The EMEP VOC monitoring programme started in 1992
with one standardized method for NMHCs based on manual sampling in steel canisters and subsequent
lab analyses and another standardized method for sampling of OVOCs by DNPH tubes followed by
analyses with HPLC in the lab. Over the years a variety of instruments and measurement principles have
been applied, including PTR-MS, Medusa monitors, specialized online GC monitors and adsorption tubes
for aromatic species.
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Figure2:  History of the VOC monitoring as a function of chemical group (left) and instrument (right).

The types of VOC species have also expanded from C,-Cs NMHCs and a few light OVOCs in the start of the
period, to a very wide spectrum of species including terpenes, alcohols, C;-Cs NMHC, acetonitrile and
numerous branched saturated and unsaturated NMHC as given in the Appendix.

For OVOCs the original EMEP method based on sampling in DNPH adsorption tubes with subsequent lab
analyses is still the method used at one site in Spain (ES0001). In addition, OVOCs are also measured by
PTR-MS and by the GC-GC FID/FID system at Berom{inster in Switzerland.

Although many sites have contributed to the EMEP VOC programme since the early 1990s, very few sites
have long and continuous time series. Additionally, shifts in instrumentation imply breaks in the time
series. At some sites these shifts are a matter of upgrading the GC monitor, with minor effects on the
measured values, while at other sites they represent significant breaks in the data time series. The VOC
network has also changed due to stations being closed or moved (like e.g. CH0005 that was replaced
with CH0053 in 2018).

The history of the VOC station network is illustrated in Figure 3 showing the monitoring at the various
sites as a function of time since the onset in 1992. The changing monitoring network with few sites
having a long-term continuous time series is clearly seen from this figure and poses a major obstacle for
doing long-term trend studies.
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Figure 3:  Monitoring history as a function of site 1992-2023.

AllVOC data are reported annually to EBAS at NILU/EMEP-CCC through the EBAS submission tool
(https://ebas-submit-tool.nilu.no/). For sites taking part in ACTRIS (see Table 1), the initial data
submission is followed by a rigorous data quality checking procedure through an issue tracker
(https://mantis.nilu.no/), involving a dedicated QA tool that is based on ratios of species (e.g.
ethane:propane) and comparisons of the levels at different sites. Based on the results from this tool, the
ACTRIS topic centre adds comments and questions to the data series followed by a discussion with the
data provider and NILU/EMEP-CCC regarding outliers, unexpected shifts in the data etc., and then, finally,
which data to invalidate or flag. Since this discussion is done in an issue tracker, the history of bugs,
outliers and breaks in the time series is easily available at a later stage.

This QA system has been in operation for some years and has clearly led to an improvement in the
overall data quality of the part of the monitoring program included in ACTRIS. The ACTRIS community is
open to include non-ACTRIS sites in this exercise which has been the case for, e.g., the sites run by UBA in
Germany.

An example of the QA tool for data from DE0054 (Zugspitze) and DE0043 (Hohenpeissenberg) is given in
Figure 4, showing submitted data for ethene and ethyne for 2023 together with previous years of data.
The marked outliers in the plot were inspected by the data providers.
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HPE_20220101_REVZO2I06 1 2000000 cthyne

Figure4:  Example of the so-called «@VOC@ tool» used for quality checking of the submitted NMHC
data within ACTRIS. This example shows data from DE0054 (Zugspitze) on top and DE0043
(Hohenpeissenberg) on the bottom as copied from the issue tracker

The EMEP VOC monitoring sites are by definition located in rural background areas, but in practice the
sites are exposed to more nearby emissions to a varying extent. The data from Chilbolton observatory,
located in southern England, reflect the influence of populated areas in the whole of southern England,
including road traffic emissions, and show a number of short-term (hourly) spikes in the data. Data from
Auchencorth Moss in Scotland, a rural location around 20 km south of Edinburgh also show very spiky
hourly time series with peak levels of propane, n-butane and other species. The high concentrations at
that site are mainly seen during periods with winds from the northern sector, pointing to fresh
anthropogenic emissions from the urban area around Edinburgh as well as from petroleum refineries in
the same direction. It turns out that for both these sites, most of the spikes are of short duration while
daily average levels seem fine.

NMHC data for the sites from UBA in Germany, i.e. Waldhof, Schauinsland, Neuglobsow, Schmiicke,
Zingst, and Zugspitze have been subject to problems in 2023 as in previous years. This concerns alkenes
with three or more C-atoms (propene and higher) but also aromatics (o-xylene) and some higher
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alkanes. Dubious data have been invalidated by NILU in 2023 as in preceding years. Due to late data
delivery, data from the UBA sites for 2023 could not be included in the ACTRIS QA procedure.

As in previous years, NMHC data from San Pablo (ES0001) for 2023 have been submitted to NILU but are
not included in this report. The reason for this is, as discussed in previous annual reports, is that the data
show levels that differ substantially from expected values indicating major problems with the sampling
or chemical analyses. There is an ongoing dialogue between NILU and MMA about this issue, and a shift
in technical equipment (pump, etc.) and in localisation of the sampling are represent promising changes
carried out at the site.
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Table 1.

VOC monitoring at EMEP sites in 2023. The columns give the station names, site code, and
the sampling frequencies for hydrocarbons (HC) and carbonyl compounds (Carb). The
institute responsible for the chemical analyses is also given. Whether the station is part of

the ACTRIS-2 project is also indlicated.

Station Code HCY [ Institute? Carb? | Method | ACTRIS Comment
Zeppelin Mtn. NO0042 | cont | NILU - MEDUSA y
Pallas F10096 cont | FMI - GC/MS y
Hyytiala F10050 cont | UHel - PTR-MS y
Auchencorth Moss | GB0048 | cont [ Ricardo - GC/MS y
Chilbolton Obs. GB1055 | cont [ Ricardo - GC/MS y
Waldhof DE0002 | reg UBA - canisters n twice/week
Schauinsland DE0003 | reg UBA - “ n «
Neuglobsow DE00O7 | reg UBA - “ n “
Schmiicke DE0008 | reg UBA - “ n “
Zingst DE0009 | reg UBA - “ n “
Zugspitze DE0054 | reg UBA - “ n “
Hohenpeissenberg | DE0043 | daily | DWD - GC/FID y twice/day
Kosetice CZ0003 | reg CHMI - canisters y twice/week
Jungfraujoch CHO0001 | cont | EMPA - MEDUSA y
Beromiinster CHO0053 | cont [ EMPA - GC/FID y
SIRTA FR0020 | cont | LSCE-CNRS-CEA PTR-MS y
Mt. Cimone ITO009 cont | UU - GC/MS y
San Pablo ES0001 - MMA reg DNPH n twice/week
1) reg =regularly (2-3 samples per week), cont = continuously
2) CHMI = Czech Hydrometeorological Institute

DWD = Deutscher Wetterdienst

IMT LD = Institut Mines Telecom Lille Douai

EMPA = Swiss Federal Lab. for Materials Testing and Research

FMI =Finnish Meteorological Institute

UHel = Univ. Helsinki

UBA = Umweltbundesamt (Germany)

uu = University of Urbino

MMA = Minestrio de Medio Ambiente

LSCE-CNRS-CEA = Laboratoire des Sciences du Climat et de I'Environnement

CNRS-LaMP = Laboratoire de Meteorologie Physique
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3  VOC concentrationsin 2023

3.1 General levels

Time series plots of the diurnal medians of all compounds at all stations during 2023 are given in the
Appendix. Figure 5 shows the spread of data values for all stations and species in 2023 in box and
whisker plots together with the corresponding data during the preceding 5-years period (2018-2022).
The sites are arranged from north to south going from left to right in the panels. Thus, the panels in
Figure 2 indicate both the north-to-south differences, the deviation of the 2023 concentration levels
relative to the previous five years’ climatology as well as the spread in 2023 data at each site separately.

In general, the 2023 data show similar mean levels and distribution compared to previous years with
some exceptions. Data from CZ0003 (Kosetice) are examples of such exceptions, where the levels of
some aromatics (ethylbenzene, m+p-xylene, o-xylene, toluene) and n-heptane show higher levels than
seen in the previous 5 years’ period.

For FR0020 (SIRTA) the amount of EBAS data in the years before 2023 are scattered, so the discrepancies
seen when comparing 2023 to the historical data could be hampered by poor data capture. Apart from
that, the levels in 2023 agree very well with the levels in the previous 5-years period in general although
with a few exceptions.

PTR-MS (in 2023 applied at FI0050 and FR0020) is not capable of distinguishing isomers and thus only the
concentration of the sum of the isomers with the same molecular weight is measured. In the plots in this
report, these groups are named ‘mass_<WT>_organic_compounds’ where WT is equal to the molecular
mass + 1 (since the PTR-MS adds a hydrogen atom with mass 1 to the species). Thus, in the following the
species applies to the plots and names listed in Table 2.

Table 2: Name of species measured by PTR-MS (see text for explanation)
Name (MW+1) Species
59 propanone, propanal
69 isoprene, cyclopentene, furan
71 3-buten-2-one (MVK), 2-methylpropenal (MACR), 2-butenal
73 methylglyoxal, acrylic acid, butanal, 2-methylpropanal, 2-butanone (MEK), tetrahydrofuran
107 benzaldehyde, o-xylene, m-xylene, p-xylene, ethylbenzene, Cs-alkylbenzenes
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median marked inside.

14 EMEP/CCC-Report 4/2025



armoniie [l <o [l mz:i tuzancny [l -0 [l ao
i R ER i e reaia
200+
£ 2]
-
g g
100
14
] i 4
T2 z3 BHBENO]3FRREBRE £ C i r 2508 88 B 03FHBECF ==
PiEigiasgeiaiEhafs EEIGII B EEEEERELD
1 emnanal [l «<aner [ :w:l Imm. = [l e
64 r— — -
3_
m e |
£ E '
] i
E E
2_
14
[
o4 ]
= = FEEFEEE 388589092348 £ » =g :-¢c BB 80z EEFPE =8
PRRERERERERBidegad SERS R EE R RERE
| wmare [ -:.au.::l- Fa1 mlmrnmr- = szs [ -W-“J
20004 60 . ) =
Elﬁﬂﬂ- E‘m'
= = |
B 1000 z
£ £ | |
m-
N ‘ Aq
0 ' ! “
Y T
B FEIfFiifiaEE B
1500 4 smrmm -?tl'l!_ .|!.'lr!|
200 - |
= 1000+ 150
E ‘ E
E ‘ | EIDG
= 500 - ! i
h “ -
i I
] i
i3 g8 Ei e 033 EE00 30 t 2 - 03 ET 3 B8 58 2R EDaE
efifieREREfiEesied PEIFERIRIgaEEERAE

Figure 5 (cont.).

15 EMEP/CCC-Report 4/2025



il R TR
] 113554
i C1iaE
A Fonsan
LTI
e 2 L
Ed ¥ N —— 5 THEERA
B . ke |} ey
e T
= ™ i g kiyiai
a = 3 i
m._. e L Eikn
I cresape
= e -
..-. [ Ge1nss
I iy £
-3 E Forsse
e
W L Freeey
= = o o=
|, T Fribidis
— —=SE Feean
" iapmaE
il e ——— L
]
- 1
o b el
[ room I sacceis
: T T
P {1l _u__ ._m_ = =
L d (=] = =
o o o (= = =] =3
E & 8 ] g i
jea fieiuc jaLfjowd
- il i
™ o = Fisan
st " CHsbi
. e T CHOELY — R = T
— - e - e Fpemsd
# " penani B —E— oo
B - anan E = | i
o - b M [ PR
3 b |7 — s
.’ ] ... T — [hediE
M b cnEsys n s T B8
= renm = B = P
.M = faeduai} M - R L
n E
- LE0aA e T OiMe
= onnan — bk Prisgmn
T Fd [ Fias
= Fin L]
miEd] [ woonsz
¥ L T L T L T
= 2 = f 2 A =
" =

N
jOLL oL

g
d

-
jowfjowd

[ ronen I rspon1
[ iisase [~ o
i | I ichani i
e R ————" "} —— e wwraa
- Focems | P orares
2 _ il m iy
[ otreoy ]
. e | &
-] _ 1® = Frermm
=
- _ ”_..Sn_ m TR
... | L -. o
T | Toom ety
m. _ [ oo m F et
W | [ ey m Li—
|_ it
[+ e
[ Lkl
[ riasn
[ maane
I ratatsey
- oaaae
[ P
[* Wi
T T T T T Anoiag
= = = ~ = T _ T T
= L=] (=} L= (=] Lo o L] =
Ewy/in Eul/Bn
acaeey FiBoe]
=8 s =W T oo
I st | [Focimenl
————— el —— o] — el i
T = = o = — R i
- -
a _ =t oo = = oo
| e — 5 Ty [
L il i
£ _ o g PEEET
2 _ e —— Lo 5 - - - — L
N ke — s~ Fcyrim
i L
| AT — —— R
n _h F nreoor m — el Foya
.m e = W b3 s T
|
— e R oo e g -
b e |
ipores LT
™ FEIEEs ™ rew
[ ress [ e
I a gy Fupgaag
T T T T T T T T T T
E b = b = = = = & T
|| owd [ouuyjowd

Figure 5 (cont.).

EMEP/CCC-Report 4/2025

16



I exaa P EEniE) I el I i
T " e ] [ meias
[ rhant Pl et [-ivran
el ——— [l gl | cere [ oansy
...... e =y o | 3 oo |
B | =" S T m ——— oo .-. il — i) g | S
. | PE—— Do - b g = orreet ..- 1 [Freaaa
e S = AT = ] rollt oo
m | — e oo i i d [ creeay m 1 [ ieasin
- | R == Do - Py . ounced .-. | Hrars
| T i e w o Fiiminny
M | i [ s m [FEres] = [ob bl m | [
=il = T — L DO m [orsces a4 oL
S v G il e el 1 }. [ [ nesan
—ul Fisiis F oo Gl iz
TR —— o b e I nagsg .
[ P L L.

=" adeedl .h“ r_..“.““n.“ ]
T T v T T ; l F H il

§ &8 &8 § ° g &8 i 8 2 2 E B R S R

|ouLefjowd | fpowd joujowad jowsfjowd

[ Cor} [ FEzini [~ Ekadii 7 &)
[ irme = ¥ o - [ iraoas
[ Ccroa| I L i [ st [ DR
il Frisaa aren] [ cemre s - craman
IF WD 8 R F s Ilml P orieed et I g
m e il m ————— - oo = R —— el m ——— == Frgeaan
- I+ umemd - ————_ I . .‘ P oweean .-. Fusssan
[ FeLais - I~ rRgpas m [~ nigad s [ sniuiii
B | ST oo m [ ———— Puom 2o ey m Fxaan
. | I pooce .- e ¥ i ﬂ. I risie .- b
| TR [t - Do m e T . RILILEL]
m [ ixhanL W — —— paedde E b i bl m. —
s I* o [ & e R i um.. I oeneet m s
] S =l JESE—. ] [ o# poms — - oesans
e, “_r.:._.. L= pan b Gl e
e I reges [ [ ewnid
[ q..uﬂ. - i I naEea b exme
- - L d - o T T Bizead T T T T i [

g § & & ° g & 1 &5 = 2 S = = T TN W TR -

[oLufjouwd | joud Jorif o joiuy|oud

EMEP/CCC-Report 4/2025

17

Figure 5 (cont.).



I3dimettyibutans Bl - oo Bl oo

151

o Ll [=]

[ fjowd

[ Esapa
[" oo
[FCHpn )
okl
[~ Biraa

Rt

[ EAnh g
[t by
[ )
[ R COH
[

[ rawsa

2-2ermattylpenzane Bl - o Bl o0s |

[l 1053
" EsEfid)
e

[ e

204

[ zs0081 I raom " essony
[ o " oD [ ireon
AL " Csmipm [ Came
[FC eI = IS o ki ULE
2 Focssa - | B Ll E I i
E
il [roszan - D .-. _ - [ neooas
- [ oo - " DR = [ oroad
= g g |
2 I runam " = v I Fusmmy
1] Lg
FCrIeot F g .-. | I Crinas
.-. I iea e - " GENIDH £ _ " nemoas
m [ et ] £ i
m e =TITH = g m _ [* i}
H [y m " BENRGT = | [ b
B = | a0 i - OB | - nEmsas
[l Brs Frpmaa [T : [ s
[ rman F momsh I npoma
[ roose " nomE [ name
L I woapan [ oy
T ¥ ' T T 1 T T 1 ' T
Y [=3 1 = = (=] L= = (=) =] L=
- & il -+ ol ~l = &+ =l
|owyjowd jow/jowd jous/jowd
" Enisie] " O [ esaoay
[ rman F roaan I 1o
[FChimi - el [ Cisiiiini
[FEHedG3 ECHgsy  —— [ vy
m [EEabe m = GOy m [ REDTN
- . — s eas B i e .-. . -pEmay
m |-ooacon .-. F nemiey m [ orooga
" I rana1o 2 E o 2 I* rnznpa
- ["cxeean y gon .-. I crmoay
m [ b .m. F BEDE m [ nemiak
[ i 0 ki [Fakisss
L H
8 [ § .
m [EET £ EeTihie E iR
: sy m b i W I pEoT
m - -
" (=T n — nFTma
I GHEISE ST [aEdddn
[ rmain L e I namea
[ rmase E [ rizcem
AT
[unonag L P g
T + T 3 WO t T T
(=] s L= el 1 & L =] = =
I . =~ k=l = (3] = - =1
|owfjoLud Jow/jowd joLu/jowd

Figure 5 (cont.).

EMEP/CCC-Report 4/2025

18



P s e T N—— P rsnoni T ee— P iy e ——— P e
== oo I rwnes I s ]
[ CHEoaa Feweni [FLHast| AL
[eiims o [ rwEgs [ casmeny
j— roesesd g Fovooms | [ neaged [ oo
m T T e [ Esand m [Foeonsy m T bresan m oo
.-. [ DEreel - Rt .- [ prams .-. [ meiE
- [ FeEa - I b o = m ™ B
.W =] m b e E = L]
.- F oensee B I s -. o
ol ik ] - I sy
£ - B
m DESESD [ [ A
= [ reaent " ket m K I ceonar
: - oo gUELLL e
[ ol ™ niveLad " LArzae [™ rawias
B I e ] I rarea
- [ el O puidaE [ i
L ! . 3 ' I ’ T - Froda
¥ ¥ 8 . T T . W T 1 T g T
i = a o pa @ @ =t re o e e e & n = h &
=1 (=1 (=] (=] [=1 (=1 (=] =] (=] = — — =1 (=]
jowfjowd EwyBn gwfBn Fw/Bn
[ Esmnig [ ool B — . [~ exgoon
[ ITse [ s [~ T
[ CHESa " irenmip [ Casiils]
FCusd Py P compras
— glir T Rl m _ — B
- = TN 3 e Tl 1] | g [l
.. F niem - -. _ I" e
- e | g | ] o
- o -
R 21 m i [ = 2 b e
k ¥ | b ¥
.- DT S _- _ nLascs - b
[ nes .-. s m | [ I* Gl
“ [ ossem L ° | [ eaumd 3
m =2 O] | I
& [ Enemt g S m | [ peaset
| | E o F
Fomms i | [ nimars §. e
T £
[ rin L [ mpods oy
finrad L I Comniai
[ Fearad Fur
" il P
F roam i F resann —
" Ly o " e [ oo
T ¥ T T T Fuimagng T T T L oamds
T T = = i 1=
a . & ~ a o = p g = @ ~ 8 ; :
— m = L] - o =3 o [+] m La] - o
jowfjousd jowufjowd £ubn EwBn

EMEP/CCC-Report 4/2025

19

Figure 5 (cont.).



i zmemyinenrvderyn il <00 Bl o

[ e
I riiawy
[iusegy
[ FHeir
[ IR
[ DExea)

[ peae

I ARiEEd

[ eseas
I DERERn
I o el
I Fosnsd

Fliaes

|

k34

| m“_ﬂ_m'wnl:_mmn:mnt- «Mn - purd)

[ Esii

™ menT
[
| a0
[FeaLT
ettt
[ S i

[ EEmen

[~ Piais

[“Hivwaa

900

[ s
I iy
[ nbEri
[ CHELED
[ IRIEs
[ Desnd)
[ Desesy
[ FreE1n
P ey

[ (rended

L]

[ Faasi

[ ARliaiis

0.5+
0.4=

i nm_ﬂ_mm:_m-t- Wy - Amy

[ ERpdali
b re
[l
[ v

[ CnCared

" Mo
[
[F o
[ LTS

[F oL

4000+
006G+
1000+
LB

d

wcompound [l <o Bl a2

I:mq_‘.l‘l: _man

I" s
[ iTodds
el
[ tviesas
[ i
[ iadi
[Foezses
I e
ST idaaEs
[ Draste
[ marea
Fheamn g
[ OCaEed
[ s
[ rmarcak
[ rerrd
[ Firrsd

[ haonis

|r|1|'l.1'rhr|'-n'|- -nn J\:I!:I|

]

|- CConm
[Famrss
T
[ DO
| e
I compran
[ fasin

[ P

Q00 4
G040 <
300 4

EIniE
20414
[ e

[=}

ey | ﬂ

07 _peganic_compound [

mass_1

"

I* e |
[ iTaads
[ CHERDI
Ichoes s
[F i
T DEana
[ oeanss
[ raonad
[Fotast i
[LEId
[oairsz
I peases
[ Opasgd
[ beance
I carsain
[Pl
[ Fiss

[y

mans_T3_seganic_cempaurd [l - < 20 [l = |

" omss
O
[ Dodaa?
|- S
[* eeman
[ i
|-

[Hoata;

GO 4
004

0«

- ™~
Jowjowd

EMEP/CCC-Report 4/2025

20

Figure 5 (cont.).



3.2 Regional distribution of VOC

Figure 6 shows maps with the stations’ annual median concentrations of VOCs in 2023. Note that since
the steel canisters are all sampled at daytime (normally at noon), a bias could be inherent in these plots
when compared with the medians of the 24 h based data from online GCs. A bias for other species is also
likely to be seen to a varying extent. Some of the mountain stations (Zugspitze, Hohenpeissenberg and
Mt Cimone) are influenced by diurnal venting of the planetary boundary layer and will receive upslope
polluted air masses during daytime when the vertical mixing is sufficiently strong and see cleaner free
tropospheric air masses at night. The station at Jungfraujoch (3578 m asl) will on the other hand most of
the time be located in the free troposphere, above the planetary boundary layer.
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Annual median concentrations of VOCs in 2023.

Figure 6:
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Figure 6 (cont.).
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Figure 6 (cont.).
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Figure 6 (cont.).
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Figure 6 (cont.).
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Figure 6 (cont.).
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4  Long-term trendsin VOC

According to the official emission data, there have been marked reductions in anthropogenic emissions
of VOCs during the last decades in Europe. Overview tables with reported emission trends for individual
countries have been published on the CEIP website at https://www.ceip.at/. Detailed information on the
sectoral level can also be accessed in WebDab.

There are substantial differences in the emission trends between countries and regions. For the area
defined as “EMEP-West”, there has been an overall reduction in VOC emissions of more than 40 % for the
period 2000-2020 (Fagerli et al., 2022) and for individual countries such as Germany, France, UK, Italy,
Spain, and Poland, the reductions have been 43%, 54%, 56%, 46%, 38% and 17%, respectively, as given
in the same report.

For the area defined as “EMEP-East”, however, the emission data including so-called gap-filling indicate a
nearly flat development from 2000 to 2020 for NMVOC. As stated in last year’s EMEP Status report (Fagerli
et al., 2022), the emission estimates for EMEP-East are, however, much more uncertain than the data for
EMEP-West.

Declines in the measured concentrations of hydrocarbons have been reported from suburban/urban
sites at several locations. Based on a network of high-frequency continuous monitoring of C,-Cs
hydrocarbons in the UK, mostly at urban/suburban locations, Derwent et al. (2014) found substantial
declines in concentrations with recent levels close to an order of magnitude below the levels in the early
1990s. They estimated exponential declines in concentrations of the order of -11% y™ to -22% y* for the
period 1994-2012. They also found a marked difference between ethane and propane on one side which
showed relatively stable levels, while other alkanes showed pronounced declines.

Long-term monitoring data from an urban network in Switzerland (Higlin, pers. comm.) also show
strong declines in the concentrations of NMHC and OVOC from the start of the 1990s to the present.

Various trend studies have been carried out for VOC-data from EMEP rural sites as well. Sauvage et al.
(2009) and Waked et al. (2016) found clear decreases at the French EMEP sites of most NMHCs. Ethane
was an exception to this and showed more stable levels.

Analyses of the twenty-year NMHC monitoring at the EMEP/GAW site Pallas in Northern Finland revealed
a significant downward trend only for ethyne (Hellen et al., 2015). They concluded that other source
regions than the EU were dominating the NMHC levels at the site. Based on source area estimates, they
found that the Eastern parts of the continent were the main source regions for high concentrations at
Pallas.

A simple 1:1 relationship between observed VOC concentrations at rural background sites and the
overall European emission numbers is not to be expected. Interannual variations in atmospheric
transport patterns, vertical mixing, photochemical oxidation as well as spatial differences in emission
reductions complicate the analyses.

Furthermore, various procedures for trend analyses in terms of mathematical methods, selection of time
periods and stations etc. could give different results. In previous VOC annual reports (Solberg et al.,
2022) daily measurements of selected VOCs at five EMEP sites were analyzed with two separate statistical
methods: The method used for trace gases in the AGAGE project (Simmonds et al., 2006) as well as best-
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fit seasonal trend curves calculated by non-linear least squares fit using a standard statistical package
(Markwardt, 2009). In addition to these two methods the Mann-Kendall/Theil-Sen’s slope methodology
(MK) was applied to the annual median concentrations (Bronaugh and Werner, 2019; Sen, 1968).

In the present report a GAM (generalized additive model) has been used based on the AirGAM model
(Walker et al., 2023). This is an air quality trend and prediction model developed at NILU in cooperation
with the European Environment Agency (EEA). AirGAM is based on nonlinear regression and is capable of
estimating trends in daily measured pollutant concentrations at air quality monitoring stations,
discounting for the effects of trends and time variations in corresponding meteorological data.

AirGAM has been applied to daily levels of hydrocarbons measured at Hohenpeissenberg (DE0043)
during the period 2001-2022 together with daily values of temperature, humidity, wind speed, wind
direction, and mixing height as compiled from ECMWF met data in the same way as described in Walker
et al. (2023). The same model set-up as used for NO, (Solberg et al., 2021) was used for these
hydrocarbons, implying that daily mean values of all the meteorological covariates were used in the
regression and furthermore, that a log-based approach was assumed, i.e. the logarithm of the daily
hydrocarbon levels was used as the dependent variable.

The trend during 2001-2023 in the relative concentration levels of the NMHCs with 2001 being the
reference year is shown in Figure 7 while Figure 8 shows the daily mean levels in 2023 as observed and
predicted with the AirGAM model. Please note that whereas the measurements are done twice a day
(noon and midnight) the meteorological data input to AirGAM has been based on the daily averages of
the values at 00, 06, 12 and 18 UTC.

Trand in relatewve NMHL concentratians at OEd043

Component
=thsns
&rlne
=thyne
FaOprena

= m-pexyEne
perlans
bistane
fr-bitans
ri-HR N e el
propane

EolLmng

Figure 7:  Meteorological adjusted trend in relative concentrations of NMHCs at Hohenpeissenberg
2001-2023 as calculated by the AirGAM model (Walker et al., 2023).
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The results shown in Figure 7 indicate a substantial reduction in the NMHCs measured at DE0043 and,
furthermore, significant differences in the trends for the various species. Strongest declines are found for
toluene, ethene, m-p-xylene and i-pentane which in 2023 are seen at levels only 35-45% of that in 2001
meaning a drop of the order of 55-65 % since 2001. The other NMHC have dropped to around 70-90% of
the 2001 levels meaning a reduction of 10-30% during this 22-year period.

These marked reductions in observed NMHC levels in Europe since 2001 are in line with the emission
data from the EMEP-West region as mentioned above. A quantitative comparison species by species
could not be done since the EMEP emission data are given for NMHC as a whole and not for individual
substances.

The reliability of the AirGAM model could be judged from Figure 8 showing the agreement between the
observed and modelled daily mean values during 2023 for nine anthropogenic NMHCs from ethane to
toluene plus isoprene including some statistical metrics for the data. Unfortunately, there was a long
period of missing observations in the summer season (June-September) at Hohenpeissenberg in 2023.

Itis important to keep in mind that AirGAM is a statistical model (or tool) that is based purely on
observed relationships between air quality data and meteorological parameters without any
parameterization of physical or chemical processes. This makes it well suited for analysing historical
data while the model could of course not be used for predicting the effects of emission changes. The
results in Figure 8 show good agreements between observed and predicted daily values in 2023
although some spikes in the observed data are not reproduced by AirGAM.
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Appendix 1
Time series of daily medians of VOCs measured in
2023
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