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Abstract: A relationship between isoprene and 1,3-butadiene mixing ratios was established to
separate the anthropogenic and biogenic fractions of the measured isoprene in London air in both
urban background (Eltham) and urban traffic (Marylebone Road) areas over two decades (1997-2017).
The average daytime biogenic isoprene mixing ratios over this period reached 0.09 + 0.04 ppb
(Marylebone Road) and 0.11 & 0.06 ppb (Eltham) between the period of 6:00 to 20:00 local standard
time, contributing 40 and 75% of the total daytime isoprene mixing ratios. The average summertime
biogenic isoprene mixing ratios for 1997-2017 are found to be 0.13 & 0.02 and 0.15 £ 0.04 ppb which
contribute 50 and 90% of the total summertime isoprene mixing ratios for Marylebone Road and
Eltham, respectively. Significant anthropogenic isoprene mixing ratios are found during night-time
(0.11 £ 0.04 ppb) and winter months (0.14 &= 0.01 ppb) at Marylebone Road. During high-temperature
and high-pollution events (high ozone) there is a suggestion that ozone itself may be directly
responsible for some of the isoprene emission. By observing the positive correlation between biogenic
isoprene levels with temperature, photosynthetically active radiation and ozone mixing ratios during
heatwave periods, the Cobb-Douglas production function was used to obtain a better understanding
of the abiotic factors that stimulate isoprene emission from plants. Other reasons for a correlation
between ozone and isoprene are discussed. The long-term effects of urban stressors on vegetation
were also observed, with biogenic isoprene mixing ratios on Marylebone Road dropping over
a 20-year period regardless of the sustained biomass levels.

Keywords: isoprene; biogenic emissions; anthropogenic emissions; urban areas; heat waves

1. Introduction

Isoprene emissions of 600 Tg year~! originate from biogenic sources in the main, which can
contribute a larger fraction of the total global volatile organic hydrocarbons (VOCs) [1]. Isoprene is

Atmosphere 2018, 9, 387; d0i:10.3390/atmos9100387 www.mdpi.com/journal/atmosphere


http://www.mdpi.com/journal/atmosphere
http://www.mdpi.com
https://orcid.org/0000-0001-7836-3344
http://www.mdpi.com/2073-4433/9/10/387?type=check_update&version=1
http://dx.doi.org/10.3390/atmos9100387
http://www.mdpi.com/journal/atmosphere

Atmosphere 2018, 9, 387 2 of 15

also emitted from vehicular exhaust [2-6] and human exhalation [7-10], but these emissions are
currently estimated to contribute only approximately 15% (~100 Tg year ') of the total global isoprene
emissions [11,12]. In urban areas, the isoprene concentrations can build-up with a large proportion
being of anthropogenic origin but with some biogenic emission sources [13-16]. With populations
rising, cities expanding and an increase in global industry, the anthropogenic percentage contribution
to global isoprene is expected to increase. The impact of anthropogenic isoprene emissions in terms of
reactivity and life-time can be significant at night and in winter. The boundary layer height is lower at
night and in winter than that at day and in summer, thus the anthropogenic isoprene mixing ratios
in night and winter-time are higher because the same level of emissions is being mixed into smaller
volume of air. However, the anthropogenic contribution to isoprene concentration in specific regions
such as Europe may have decreased during the last 20 years because of the imposed legislation on
VOC emissions especially from motor vehicles [17]. von Schneidemesser et al. found a significant
fraction of biogenic isoprene in London and Paris urban sites during their study on the importance
of isoprene for ozone formation through the contribution to OH reactivity [14]. Thus, the biogenic
isoprene emissions have become more important nowadays in urban areas especially in summer
months as these emissions are strongly dependent on light exposure [18,19] and cannot be controlled.

A better understanding of isoprene’s interaction with the urban atmosphere is required, as these
areas where much of the world’s population live may have high levels of isoprene. In urban
areas (i.e., high NOx environments) where the anthropogenic isoprene emissions are non-negligible,
the oxidation of isoprene can contribute to the production of ozone [20,21] and secondary organic
aerosol [22-24]. Incidence of these species in the troposphere pose serious health concerns and negative
environmental impacts. Ozone has been shown to damage the photosynthetic apparatus in plants,
with an increase in external isoprene concentrations counteracting the detrimental effect [25,26].
If the triggers to isoprene release are known, conclusions could be drawn about how the changing
atmosphere could be damaging to plants, and in turn humans. Thus, a better understanding of the
emission estimates of isoprene from biogenic sources would be important in terms of environmental
impact examinations. The biogenic isoprene emission estimates which form the basis of representations
in models are reported to be highly uncertain by a factor of about 4 [12]. Thus, the separation of
the anthropogenic and biogenic isoprene emissions and their temporal and spatial variation will be
valuable to revise the estimates of isoprene emissions rates in urban areas.

1,3-butadiene and its 2-methyl analogue, isoprene, are structurally very similar, though differ
in their emission sources and chemical risks. Both possess a threat to health in their subsequent
photochemical reaction products, but only 1,3-butadiene is considered a priority hazardous air
pollutant in its unreacted form [27]. 1,3-butadiene is a product of incomplete combustion from
both natural sources (such as forest fires) and human activity, with city-wide levels being attributed
to vehicle exhaust emissions [28]. Isoprene too has synthetic combustion sources, the significance
of which increases greatly over the winter time and in urban areas [4]. 1,3-butadiene is widely
used as a vehicle exhaust tracer which is suitable to act as a tracer for anthropogenic isoprene
emissions. The relationship between anthropogenic isoprene and 1,3-butadiene emissions has been
investigated in many previous data analyses, with molar ratio values reported of 0.4-0.5 between the
two respectively [3,4]. The present work is to assess the anthropogenic and biogenic contribution to
measured isoprene mixing ratios and their seasonal, diurnal, and long-term variations in the urban
background and traffic sites of UK over two decades (1997-2017).

2. Experimental

2.1. Measurement Locations

The sources of the 1,3-butadiene, isoprene, and ozone hourly mass concentration data (in pg m~3)
for the years 1997 to 2017 are measurements made as part of Department for Environment, Food and
Rural Affairs (Defra’s) Automatic Urban and Rural Network (AURN) which are available in the
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National Air Quality Information Archive (http://uk-air.defra.gov.uk/). In accordance with European
Commission (EC) reporting procedures, the data are archived in pg m~3 concentration units, which are
derived from the measured mixing ratios for assumed reference ambient conditions of 20 °C and
101.3 kPa, using the conversion factors 1 ppb = 2.83 ug m~2 for isoprene, 1 ppb = 2.25 pug m~3
for 1,3-butadiene and 1 ppb = 2.00 pg m~3 for ozone. For the present analysis, the data were
converted into ppb (parts per billion) mixing ratios. Marylebone Road and Eltham, two contrasting
locations in London [14] were chosen as the measurement sites for the London urban isoprene
study. London Marylebone Road can be treated as an urban traffic site and a strong anthropogenic
contribution to total isoprene is expected here, as the site sits on a busy road which carries upwards
of 70,000 vehicles on it per day [29,30]. The proximity of this monitoring station to two of London’s
larger public parks, Regent’s Park and Hyde Park, can make a large contribution from biogenic
isoprene sources. London Eltham can be treated as a suburban background site of London. This site
is situated in the London Borough of Greenwich and surrounded by several parks and 25 m away
from major roads, leads to a significant contribution from biogenic isoprene sources. The extensive
hourly VOC and ozone data are available from these two monitoring sites which can be regarded
as part of the air quality networks in the UK. The temperature and photosynthetically active
radiation (PAR) data was taken from the London Air Quality Network-King’s College London
(https:/ /www.londonair.org.uk/LondonAir/) for the whole measurement period.

2.2. In-Situ Measurement Technique

At UK Automatic Urban and Rural Network sites, the instrument used to measure isoprene and
1,3-butadiene was a Chrompack CP9000 Volatile Organic Compounds Air Analyser (VOCAIR) system,
a Gas Chromatography (GC) fitted with an automated thermos-desorption/cryogenic trapping system.
A calibration standard used was supplied by the National Physical Laboratory (NPL). The detailed
description of the network, the VOCAIR system and the data handling and analysis can be found in
Dollard et al. [31]. The ozone data was also collected from both sites which was measured by ultraviolet
photometry. The average uncertainty of the dataset for the species and sites was around 10%. There are
some missing data in the National Air Quality Information Archive (53% isoprene and 77% 1,3-butadiene
hourly data for Marylebone Road and 64% isoprene and 72% 1,3-butadiene hourly data for Eltham
are available over 1997-2017) because of the instrument malfunctioning, instrumental maintenance,
and routine calibration. There is random data missing at the Marylebone Road site, but a more consistent
data series are found for Eltham except the missing data from January 2001 to October 2003.

2.3. Method for Distinguishing Biogenic and Anthropogenic Isoprene

Having identified a convenient tracer, 1,3-butadiene for anthropogenic isoprene, the molar ratio
between the measured isoprene and 1,3-butadiene mixing ratios at the measuring site in the winter
time (when the biogenic emission is negligible) is treated as the ratio between anthropogenic isoprene
and 1,3-butadiene. Using this ratio for the winter preceding the summer studied, it is possible to
separate the total isoprene measured as:

[isoprene] = x[1,3 — butadiene] 1)

anthro
lisoprene],,, = [isoprene] — [isoprene],, ;... ()

where [isoprene] iy, is the mixing ratios of anthropogenic isoprene, x is the molar ratio between
1,3-butadiene and isoprene calculated for the winter months, [1,3-butadiene] is the mixing ratios of
1,3-butadiene, [isoprene]y;, is the mixing ratios of biogenic isoprene and [isoprene] is the mixing ratios
of total isoprene.

Using Equation (1), the exploration into the exact ratio between 1,3-butadiene and isoprene year
by year was conducted. These molar ratio values were calculated over the winter months preceding
the year, for example for the year 2003, the ratio was found using the ratio of the 3-month average
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[isoprene] /3-month average [1,3-butadiene] observed in December 2002 to February 2003. Over these
winter months it is assumed that the biogenic isoprene emission potential is zero [3,32]. This is an
appropriate assumption to make as at the Harwell observation point, a rural site only 50 miles away
from London Marylebone, there were negligible isoprene values experienced over the same winter
months; frequently measuring zero values or levels of an order of magnitude smaller than those
experienced in the London site.

2.4. Modelling Biogenic Isoprene Emissions Versus Temperature, PAR and Ozone

The effect of surface temperature, PAR and ozone was modelled based on the Cobb-Douglas
production function [33] which includes damage of plants (i.e., isoprene emissions from plants) due to
climate change as a function of surface temperature, PAR, and ozone.

[biogenic isoprene] = f (A, T, P, O) 3)
= AT*PPOY

Where A is the constant coefficient, T is the surface temperature, P is the PAR, O is the ozone
mixing ratios, «, 3 and y are the regression coefficients of temperature, PAR, and ozone, respectively.
Equation (3) was estimated by calculating A, o,  and 'y using regression analysis.

3. Results and Discussion

The seasonal variations in the mixing ratios of 1,3-butadiene and isoprene over the period of
1997-2017 for both London Marylebone Road and Eltham (Figure 1) show very different trends
with an isoprene maximum in summer months (June-July-August) and 1,3-butadiene maximum in
winter months (December-January-February). The molar ratio of isoprene and 1,3-butadiene over
winter months confirm a limiting anthropogenic ratio of around 0.4 for both urban sites and the
variable excess contribution especially in the summer months is attributed to background biogenic
sources. The isoprene/1,3-butadiene molar ratios in autumn (September-October-November) and
spring (March-April-May) are higher than winter months for both Marylebone Road (0.54 £ 0.12 in
spring and 0.57 & 0.10 in autumn) and Eltham (0.87 £ 0.34 in spring and 1.84 & 1.76 in autumn).
Moreover, the summer months’ isoprene/1,3-butadiene molar ratios are found to be one order higher
for the Eltham site (8.2 & 2.5) than that for the Marylebone Road site (0.92 £ 0.09), this is due to the
higher local anthropogenic emissions at Marylebone Road. The separation between biogenic and
anthropogenic isoprene mixing ratios for the Marylebone Road and Eltham sites (Figure 1) show
that the contribution of anthropogenic isoprene mixing ratios is close to 100% (0.14 £ 0.01 ppb
for Marylebone Road and 0.045 £ 0.003 ppb for Eltham) with insignificant biogenic contributions
during winter months. However, in the summer months when photosynthesis rates are high,
the anthropogenic isoprene mixing ratios are lowest and the biogenic mixing ratios of isoprene
emitted from nearby vegetation outweigh it (Figure 1). The anthropogenic isoprene mixing ratios in
Marylebone Road (0.13 = 0.003 ppb) are about a factor of 6 higher than that in Eltham (0.02 £ 0.002 ppb)
which lead to the significance of their contributions of 50 and 10% to total summer isoprene mixing
ratios. The average summertime biogenic isoprene mixing ratios for 1997-2017 are found to be similar
for Marylebone Road (0.13 =+ 0.02 ppb) and Eltham (0.15 % 0.04 ppb), suggesting that the biogenic
isoprene source is probably having similar impacts at both sites. For Marylebone Road, there are large
potential sources of biogenic isoprene upwind at the large parts of Regents park and Hyde park that
provide diffuse biogenic sources. However, the Eltham site is in the park and experiences more direct
biogenic emissions resulting in increased mixing ratios of biogenic isoprene than that in Marylebone
Road during summer months.
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Figure 1. The monthly average mixing ratios of isoprene and 1,3-butadiene and their ratios for
the period of 1997-2017 (a) London Marylebone Road (n = 93,483 for isoprene and n = 137,462 for
1,3-butadiene), (b) Eltham (1 = 112,595 for isoprene and n = 127,360 for 1,3-butadiene). The biogenic
and anthropogenic isoprene mixing ratios (in ppb) are shown in the subplots. Note: The error bar
represents &= 1 SD of the whole data series.

The characteristic molar ratios of isoprene and 1,3-butadiene for the winter months of each
year are shown in Figure 2. The average ratio values for Marylebone Road and Eltham for the time
period of 1997-2017 are found to be 0.47 £ 0.13 and 0.46 % 0.15, respectively, which is supported by
the correlation plots (see Figure S1 in the supplementary information) between the mixing ratios of
1,3-butadiene and isoprene for the winter months of the whole data series (slope = 0.47 and r? = 0.89
for Marylebone Road, slope = 0.47 and r2 =0.92 for Eltham). The values are in reasonable agreement
with the previous studies [2—4,14,34-37]. Although isoprene/1.3-butadiene molar ratios of London
Marylebone Road and Eltham sites for some of the years are very consistent with the literature,
the averages for some years are found to be higher than expected. The surprisingly lower ratio value
(0.10 £ 0.08) for Eltham in 2016 was found because of many data points with isoprene concentrations
close to the detection limit. These values would amplify any small offset there might be in the absolute
values leading to a systematic error in the ratio.
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Figure 2. Yearly variation of the limiting anthropogenic molar ratio of isoprene and 1,3-butadiene
based on winter-time data (see text). Note: There are no available winter data of the time series of
2000-2002 and 2012-2017 for Eltham and Marylebone Road, respectively. The error bar represents
=+ 1 SD of the whole data series.

The molar ratios of isoprene and 1,3-butadiene clearly demonstrate seasonal (Figure 1) and diurnal
(Figure 3) variations in the contribution of biogenic emissions to isoprene concentrations at London
Marylebone Road and Eltham sites. The diurnal plots of isoprene mixing ratios for the whole data
series (1997-2017) show that the biogenic contribution is at a minimum during the night-time and
maximum in daytime, with a 1- to 2-order increase in mixing ratios in the middle of the day (Figure 3).
The anthropogenic mixing ratios reach their maximum during the morning and in the evening hours
which agrees with the traffic peaks at these urban sites [14]. The trend is more significant for the
Marylebone Road site as it is an urban traffic site, thus the contribution of anthropogenic isoprene
mixing ratios is much higher than that of biogenic mixing ratios during the traffic hours. The average
daytime (assuming 6:00 to 20:00 LST) biogenic isoprene mixing ratios are found to be 0.09 + 0.04
and 0.11 & 0.06 ppb which contributes 40 and 75% to the total daytime isoprene mixing ratios for
Marylebone Road and Eltham sites, respectively. Compared to daytime anthropogenic isoprene
mixing ratios (0.14 £ 0.03 ppb for Marylebone Road and 0.03 £ 0.01 ppb for Eltham), the night-time
anthropogenic isoprene mixing ratios are significant, reaching 0.11 & 0.04 and 0.03 & 0.01 ppb for
Marylebone Road and Eltham, respectively.
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Atmosphere 2018, 9, 387 7 of 15

London Eltham

Mixing ratio (ppb)
o
N

/

01 /
A

0 2 4 6 8 10 12 14 16 18 20 22 24
Hour

—e— Anthropogenicisoprene  —e—Biogenic isoprene

(b)
Figure 3. The diurnal average mixing ratios of anthropogenic and biogenic isoprene for the period of

1997-2017 (a) London Marylebone Road, (b) London Eltham. Note: The error bar represents + 1 SD of
the whole data series.

The closer inspection of the hourly biogenic isoprene mixing ratios shows a prominent peak
concentration of ~2 ppb on the 10th of August 2003, with elevated levels surrounding this date for
approximately 3 days either side. On this day, a heatwave with temperatures of about 37-38 °C recorded
over a widespread region across south-east England, this demonstrates a dominance of the background
biogenic contribution under these favorable conditions, even at a busy roadside location of Marylebone
Road. This sparked interest in the abiotic factors and stressors such as temperature that lead to isoprene
release. The analysis of long-term VOCs measurement at an urban site in Lille, northern France also
showed that the sources of isoprene can be both anthropogenic (e.g., motor vehicle exhaust) particularly
in winter and biogenic (e.g., vegetation) particularly in summer [38]. A positive correlation between
temperature and ozone concentrations for cities in France and London are reported during the heatwave
period in mid-August of 2003 [39,40], the increased ozone levels are attributed to enhanced biogenic
emissions, accelerated photochemical reaction rates associated with warmer temperature, stagnation of
air masses and thermal decomposition of peroxyacetylnitrate (PAN) [41-43].

Having observed the effect of the 2003 heatwave on a major increase in biogenic emissions, we made
the correlation plots between biogenic/anthropogenic isoprene mixing ratios, temperature, and ozone for
both urban sites (Figure 4). The secondary variable plot shows that the anthropogenic isoprene mixing
ratios have no correlation with either ozone or temperature because the anthropogenic emissions are
accompanied by local NOy which leads to local removal of ozone through oxidant partitioning and
night-time titration [44] and the higher ambient temperature is unlikely to lead to increased emissions
from vehicular sources of the VOCs of interest in this study. However, the secondary variable plot shows
the positive correlations between biogenic isoprene mixing ratios with temperature and ozone (r*> = 0.6
with temperature and r? = 0.3 with ozone for Eltham and r? = 0.3 with temperature and r? = 0.1 with
ozone for Marylebone Road) for the whole set of data series.
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Figure 4. The correlation plots between anthropogenic/biogenic isoprene emissions, temperature, and
ozone for (a,b) Marylebone Road, (¢,d) Eltham. The units in x-axis and y-axis are °K and ppb, respectively.

The inspection of the isoprene mixing ratios during high surface temperatures at UK urban sites
reveals that the biogenic isoprene mixing ratios increase significantly with increasing temperature
(Figure 5). The ozone mixing ratios also increase in a similar fashion as biogenic isoprene mixing ratios.
We averaged the mixing ratios of ozone and biogenic isoprene for temperature ranges of 31-36 °C
and 26-30 °C and found that ~5 °C increase in temperature results in 40% (~0.30 ppb) and 94% (~0.29
ppb) increment of isoprene mixing ratios and 30% (~16.0 ppb) and 40% (~5.9 ppb) increment of ozone
mixing ratios for Eltham and Marylebone Road, respectively. The results are very consistent with the
model simulation results of Vieno et al. [45] who found a doubled biogenic isoprene emission and an
increment of O3 by up to 10 ppb due to 5 °C increase in surface temperature during the heatwave periods.
The missing isoprene data at the Eltham site during the strongest heatwave period (August 2003) in UK
give limited data for this analysis for Eltham.
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Figure 5. The mixing ratios of ozone, biogenic and anthropogenic isoprene with the variation of
temperature from 26-36 °C for London urban areas (a) Marylebone Road, (b) Eltham.

Further investigation of the biogenic isoprene emissions due to the environmental stresses (such
as high temperature when atmospheric O3 builds up), leads to time-series plots of the biogenic
isoprene and ozone mixing ratios and temperature for a series of heatwave periods are shown in
Figure 6. Isoprene emission is unique among the biogenic hydrocarbon emissions because of its direct
relationship to photosynthetic activity of plants [46], thus the PAR data was also included in the time
series plots (Figure 6). The trends of the variation of biogenic isoprene mixing ratios, temperature,
PAR, and ozone mixing ratios are very similar with moderate to good relationships between them
(r? = 0.39-0.77 for isoprene vs temperature, r* = 0.22-0.48 for isoprene vs ozone, r> = 0.34-0.75 for
isoprene vs PAR) (See Figure 6). These relationships suggest that the increased biogenic emissions
of isoprene (and probably other unmeasured biogenic hydrocarbons, e.g., monoterpenes) at higher
temperature and PAR are expected to play a role in regional and local-scale urban photo-oxidation
processes [47], and to have contributed to the increased levels of ozone monitored during the heatwave
period [48]. However, the increase in temperature, PAR, and ozone (all act as plant stressors) can also
favor isoprene-emitting species over non-emitting species because of the protective role of isoprene
on these stressors [49-54]. During heatwave periods and high-pollution events (high ozone) for both
urban areas, it can be suggested that the temperature and PAR can increase isoprene emissions leading
to increased ozone production which can also act as plant stressors and stimulate isoprene release.

Considering, temperature, PAR and ozone as plant stressors, the Cobb-Douglas model reveals a
range of constant coefficient, A, and regression coefficients, «, 3 and y (See Table S1 in supplementary
information) for the time-series plots shown in Figure 6. The averaging of these coefficient values gives
a best estimate of biogenic isoprene mixing ratios as a function of temperature, PAR, and ozone as:

biogenic isoprene mixing ratios (in ppt)

= (0.11 + 0.12) x (T)216 =064 5 (PARYIB 007 . (Oz0ne)006 +0.02 @)

The biogenic isoprene mixing ratios calculated using equation (4) show a good agreement
(r> > 0.7) with the measured biogenic isoprene mixing ratios (see Figure 6) for the heatwave periods.
A reasonable agreement between calculated and measured biogenic isoprene mixing ratios is found
for the whole data series of Eltham (2 = 0.55) and Marylebone Road (r? = 0.25) (see Figure S2 in the
supplementary information).
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Figure 6. The time series plots of biogenic isoprene and ozone mixing ratios along with temperatures
and PAR for the heatwave periods. The estimated isoprene concentrations using Cobb-Douglas model
(black line) are also shown in the figure (a-h).

Having separated the biogenic isoprene emissions from the anthropogenic for the summer
months of every year from 1997 to 2017, these data were compiled into one plot to assess the
changes in concentration and trends for the long-term (Figure 7). Only summer months data are
included, as biogenic emissions are negligible over winter months, and a substantial ratio between
anthropogenic isoprene and 1,3-butadiene cannot be accurately extracted during Autumn and Spring.
Trends from Figure 7 show that summer anthropogenic isoprene levels have decreased from 0.41 ppb
in 1998 to 0.03 ppb in 2012 for Marylebone Road and 0.06 ppb in 1998 to 0.01 ppb in 2017 for
Eltham. The anthropogenic isoprene trends can be explained in terms of reductions in the emissions
of anthropogenic volatile organic compounds (VOCs) by the government legislation and policies,
which have been driven, in particular, by Europe-wide controls on the emissions from petrol-engine
motor vehicles through the fitting of catalytic convertors to reduce exhaust emissions, and canisters to
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reduce petrol evaporation emissions [31]. There is a significant fall in yearly anthropogenic isoprene
concentrations from 1998 onwards. This can be attributed to the stricter emission limits required to pass
Ministry of Transport (MOT) testing from 1998. 6% of the 22 million light duty vehicles failed MOT
inspection (during 1998/1999) due to excessive emissions [55], removing these vehicles that contributed
a disproportionally large amount of emissions would have had a big effect on the overall vehicular
combustion emissions of isoprene. The decline in the anthropogenic contribution from 1998 to 2006,
which is 18% and 16% per year on average over this ten-year period for Marylebone Road and Eltham,
respectively. The reduction of anthropogenic isoprene for Eltham site after 2008 is insignificant, but the
reduction is pronounced in Marylebone Road from 2009 to 2017 (9% per year) which could be due to
a change in composition of the vehicle fleet as a direct consequence of the Low Emission Zone (LEZ)
legislature, already having been shown to have a positive effect on air quality [56]. However, these data
for biogenic isoprene mixing ratios especially for Marylebone Road show a decreasing trend over time
(0.35 ppb in 1998 and 0.04 ppb in 2012), which is less expected. There are no significant tree planting
or tree felling schemes that have taken place over the years (Personal communication, The Royal Parks,
https:/ /www.royalparks.org.uk), so a reduction in plant number was not the reason for this decrease
in biogenic emissions. Urban plants come under stress from many factors such as very high ozone
concentrations [51,52] or drought [57] that could lead to decreased foliage density or wilting and hence
decreased biomass and ability to emit isoprene. During drought conditions with decreasing soil water
levels, an increase in isoprene emissions are observed [58]. Plants can use reserves of carbon in the form
of sugars and starch to support this sudden increase in emissions, but over time as conditions deteriorate
and photosynthesis rates decreases, isoprene emissions can also plummet [59]. When under such stress,
energy and carbon priorities within the plant’s metabolism may change to focus on other necessary
processes, therefore perhaps an unidentified affliction is the reason for this trend.

Marylebone Road Eltham
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Figure 7. Trends in summertime anthropogenic isoprene, biogenic isoprene, and ozone over the time
for (a) Marylebone Road, (b) Eltham. Note: There are no data for the period of 2001-2003 for Eltham
and 2013-2017 for Marylebone Road. The isoprene data for 2006 at Marylebone Road is omitted because
of the very limited isoprene data (only part of June month data available). The error bar represents £ 1
SD of the whole data series.

4. Conclusions

The anthropogenic isoprene emissions were separated from biogenic isoprene in an urban data study
focusing on the London Marylebone Road and Eltham air quality sites using the 20-years (1997-2017)
UK Air Quality isoprene and 1,3-butadiene data. To separate the isoprene sources, a ratio between
anthropogenic isoprene and 1,3-butadiene was established with an average value of 0.46-0.47, in
reasonable agreement with the literature. The average daytime biogenic isoprene concentrations
are found to be 0.09 & 0.04 ppb (Marylebone Road) and 0.11 &+ 0.06 ppb (Eltham) and the average
summertime biogenic isoprene concentrations are 0.13 £ 0.02 ppb (Marylebone Road) and 0.15 + 0.04
ppb (Eltham). By observing possible causal factors on biogenic isoprene emissions, conclusions could be
drawn in relation to the abiotic stressors (high surface temperature, PAR, and ozone induced oxidative
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stress) that stimulate isoprene release which was consistent for both urban sites. The presence of high
concentrations of ozone may lead to release of the hydrocarbon from plants, and in turn isoprene’s
atmospheric chemistry will respond by decreasing the harmful concentrations of ozone located near
the plant. These relationships attracted wide speculation in the literature, although the exact causes
of isoprene emissions from plants are still debated as many proposed mechanisms are not considered
substantial. More in depth tests would need to be conducted to demonstrate a cause and effect of the
relationship. However, there is strong evidence from some recent studies [60,61] that higher ozone can
trigger a biogenic emission including isoprene, monoterpenes and sesquiterpenes response. If other
biogenic VOCs (e.g., monoterpenes and sesquiterpenes) can be measured in both urban sites (which are
currently absent in Defra’s AURN data series), a change in emission level and type at the same time
can be observed which may support the case. The two decades trend showing the decrease in both
anthropogenic and biogenic isoprene in London Marylebone Road. The reasons for the reduction in
biogenic emissions may be a result of decreased biomass or a decline in plant health which highlights the
importance of further study into plant stressors in urban environments.

There is no doubt that further work is required to confirm the relationship between biogenic isoprene
emissions and ozone under high ozone conditions. The high temperature would lead to elevated
isoprene emissions and at the same time accelerate photochemical production of ozone, the ‘heatwave’
conditions may produce other factors (e.g., herbivores) that correlate with both ozone and isoprene,
but the correlation is not connected and other physical parameters such as wind speed and dispersion
may be contributory factors. However, studies highlighted in this work would support the hypothesis
suggested in this work and if true would have important implications for urban photochemistry under
these extreme conditions.

Supplementary Materials: The following are available online at http:/ /www.mdpi.com/2073-4433/9/10/387/s1,
Figure S1: The correlation plots between isoprene and 1,3-butadiene during winter months of the period 1997-2017,
(a) Marylebone Road, (b) Eltham, Figure S2: The relationship between calculated and measured biogenic isoprene
mixing ratios (a) Marylebone Road, (b) Eltham, Table S1: Cobb-Douglas model analysis results for a series of
heatwave periods.
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