Marked-up manuscript version with response files and changes that have been made to the
original manuscript

First, the short comment, reviews and the corresponding responses can be find in this document.
After this, the revised manuscript with changes according to the short comment and reviewers is
provided.

As the responses for Review 2 and for the Short Comment are partly the same, these changes are
highlighted in the manuscript in just one colour. Additional changes according to Review 2 are
highlighted in a different colour.

Changes according to Review 1 are highlighted in yellow.
Changes according to Review 2 are highlighted in light red.

Changes according to the Short Comment and Review 2 are highlighted in light blue.



We thank Douglas Day for his short comment that helped to improve the manuscript.
Our response is formatted as follows:

Short comment
Author’s reply
Changes to the manuscript

All page, line, section and figure numbers in bold refer to the original manuscript, all others to the
revised version.

Short comment on “Aircraft-based observations of isoprene epoxydiol-derived secondary
organic aerosol (IEPOX-SOA) in the tropical upper troposphere over the Amazon region” by
Schulz et al. (https://doi.org/10.5194/acp-2018-232)

On page 9, lines 11-16, the authors state:

"A first estimation of organic nitrates can be derived from the ratio of the nitrate-related
ions at m/z 30 (NO*) and m/z 46 (NO;"*). The signal at m/z 30 is mostly from NO*, but also
the organic ion CH:20: can contribute with a small amount (Allan et al., 2014). Such
interferences at m/z 30 with CH20: are corrected in the evaluation software by the
fragmentation table (Allan et al., 2004), but it is not possible to distinguish unambiguously
between the NO-: and the CH:0- ions with a C-ToF-AMS. The signal at m/z 46 is usually
dominated by NO2-ions (Jimenez et al., 2003; Allan et al., 2004)."

Then the authors proceed to use the default AMS unit mass resolution fragmentation table
as an estimate of the NO-and NO:2:ion abundances and their ratios to separate ammonium
nitrate from organic nitrates. The default unit mass resolution (UMR) fragmentation table
assumes only a small interference at m/z 30 from CH20- ions (2.2% of OA at m/z 29);
however, for biogenic SOA the interference can be much larger (of comparable magnitude
to OA m/z 29). For example, see high-resolution (HR) spectra for biogenic precursor
laboratory-generated SOA or ambient PMF OOA factors at the AMS spectral database and
references thererin (http://ciresl.colorado.edu/jimenez-group/HRAMSsd/) or discussions
in the supplementary information of Fry et al. (ACPD 2018). Importantly, for strongly
biogenically-influenced rural/remote sites where nitrate is small compared to OA (as in this
study), the CH20-+ions at m/z 30 as well as the CH202+ions at m/z 46 are comparable or larger
than the corresponding nitrate ions, and can lead to large errors in NO+, NO2+, the NO2+/NO
ratio, and total nitrate concentrations if not carefully taken into account. To correct for these
interferences in UMR data (also with a CToF-AMS) for measurements in the SE United States
during summertime (strongly biogenically influenced), an analysis using HR data from a
similar region/period was developed, applied and described in detail in Fry et al. (ACPD
2018). Corrections to NO-and NO2: were on average -55% and -33%, respectively, and the
reconstructed UMR-based NOx+ ion signals matched the HR signals very well. Thus, it is
strongly recommended that the authors either conduct a similar analysis with available HR
data collected in the Amazon (e.g., de Sa et al., ACPD, 2018) or the correction from Fry et al.
(ACPD 2018) be applied. This correction will likely have large effects on both the
inorganic/organic nitrate apportionment and the concentrations (of either type of nitrate
and total nitrate).

We corrected our data according to Fry et al., 2018. For the correction of m/z 30 and 46 the
organic signal at m/z 29 and 45 were used, respectively. The correction of the nitrate mass
concentration resulted in a reduction of about 39 % (on average) of the initial nitrate mass
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concentration. However, there is no change of the general shape of the vertical profile, such
that the finding of a nitrate increase in the UT remains unchanged.
We added the following to the manuscript in Sect. 3.4 p. 9, line 16 (p. 10, line 9):

As organic interferences on the mass spectral signals at m/z 30 (interference from CH,0*) and
m/z 46 (interference from CH,0,%) can occur in environments with high biogenic contribution
and/or small nitrate concentrations, a correction according to Fry et al. (2018) was applied.
The correction of both signals at m/z 30 and 46 is achieved by using correlated organic signals
at m/z 29, 42, 43, and/or 45 derived by high resolution measurements. The organic signals at
m/z 29 (CHO*) and m/z 45 (CHO;") are closest to those affected by the interference and used
for the correction here. Equations 4 and 5 give the individual correction for the nitrate signal
at m/z 30 and 46, respectively. The correction for NO* includes the total signal at m/z 30, the
default fragmentation correction from the air signal (Allan et al., 2004), and a correction
coefficient that depends on the m/z used for the correction (Ai). As for m/z 30 the correlated
organic signal at m/z 29 is used here, the organic signal at m/z 29 (Org29) needs to be taken
into account as well as the contribution of the isotopes of organic CO. For the correction of
the nitrate fraction at m/z 46 a term which includes a correlation coefficient B; and the organic
signal at m/z 45 is subtracted from the signal at m/z 46. The correction coefficient A; is in this
case 0.215, B is 0.127 (see supplement to Fry et al., 2018). In the organic signal at m/z 28, 29,
30 and 45 the relative ionization efficiency (RIEor) is already applied and needs to be reversed
for the correction of the nitrate signal.

Nitrate fraction at m/z 30:
NO* =m/z30-0.0000136*m/z 28 — A; * (Org29 —0.011*0rg28) * RIEorg — Org30*RIEorg(4)

Nitrate fraction at m/z 46:
NO,;" = m/z 46 — B; * Org45 * RlEor (5)

The total nitrate signal is then calculated by adding both fractions. The final nitrate mass
concentrations were reduced by 0.045 ug m (STP) on average corresponding to an averaged
reduction of 39 % of the initial nitrate mass concentrations. A comparison of the initial and
finalized nitrate mass concentrations can be found in the Supplement (see Fig. S2).

Furthermore, we added the following to the paragraph in Sect. 4.5 p. 19, line 2 (p. 21, line
16):

Figure 10 shows the scatter plot of the corrected NO* and NO," for the LT (dark blue) and the
UT (light blue). The linear fit curves for the LT and UT have an intercept of 0, proving that the
applied correction is essential. Nevertheless, it has to be noted that the correction is based on
correlations between different m/z signals derived from measurements at low altitudes (Fry
et al., 2018), thus the application to UT data bears uncertainties, because the conditions
(especially temperature) are different. However, high resolution AMS measurements at these
altitudes are currently not available.

The linear fit for the LT data shows a higher slope than that derived from calibrations with
ammonium nitrate. The linear fit for the UT shows also a higher slope and some data points
are significantly above the fitted ratio between NO* and NO,*. This can be seen as a first hint
that organic nitrates might be observed, especially in the UT.
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Figure 10. Scatter plot of NO* and NO,* for the lower troposphere (LT, dark blue) and
the upper troposphere (UT, light blue). The nitrate signals have been corrected for
organic interference according to Fry et al., 2018. Linear fit curves are shown in red,
the ratio of NO* and NO," derived from calibrations with ammonium nitrate is
presented by the red dashed line.



We added the following to the supplement:
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Figure S2. Vertical profile of median nitrate mass concentrations and interquartile
ranges before (light blue) and after (dark blue) corrections according to Fry et al., 2018
and supplement to Fry et al., 2018.

On a separate but related topic, the paper states that the particles have insufficient amount
of ammonium to neutralize the anions present. However, errors in pPRONO: estimation may
affect this. In addition, organosulfates (such as from IEPOX) may also be present which may
affect this balance. These possibilities should be discussed.

We updated the neutralization calculation and the corresponding figure (Fig. S3 (Fig. S6)). The
aerosol is mainly neutralized although there seems to be a tendency of acidic aerosol at
altitudes above 10 km. We changed the corresponding paragraph to the following in Sect. 4.4
p. 17, line 2 (p. 20, line 8):

Although the correlation between IEPOX-SOA and nitrate is weak, it may indicate that not only
sulfate, but also nitrate can provide the acidic conditions for the partitioning of IEPOX to
IEPOX-SOA. For our data, taking only the inorganic species (nitrate and sulfate) into account



for acidity calculations, the aerosol is mainly neutralized (see Fig. S6). Although there is a
tendency in the UT above 10 km that the measured ammonium is not sufficient to neutralize
the inorganic species, a quantitative statement cannot be made as the values fall below or
close by the DL. The presence of organosulfates and -nitrates could also affect the acidity
calculations. As for the organonitrates the data are already corrected, for organosulfates such
a similar correction is not possible with data from a C-ToF-AMS as there are no different
fragmentation patterns between inorganic and organic sulfates (Farmer et al., 2010).
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We thank Referee #1 for her/his comments and suggestions that helped to improve the manuscript.
Our response is formatted as follows:

Reviewer’s comments
Author’s reply
Changes to the manuscript

All page, line, section and figure numbers in bold refer to the original manuscript, all others to the revised
version.

This manuscript presents field results from airborne measurements made over the Amazon in 2014
as part of the ACRIDICON-CHUVA project. It illustrates the potential of using aerosol mass
spectrometry instruments to identify ambient SOA formed from IEPOX. Airborne in-situ
measurements of aerosol composition and physical properties were used to illustrate the presence
of IEPOX-SOA at altitudes > 5 km. Several different approaches are used to quantify the presence of
this IEPOX-SOA and subsequently for organic nitrate providing a robust analysis. These observations
are original, showing the relationship between organic nitrates and IEPOX-SOA.

This manuscript is very well written, all figures and tables are clear and easily interpreted. This paper
is of interest to the ACP audience and is suitable for publication. | have a small number of comments
below that can be considered or discussed prior to publication.

We thank the reviewer for this positive rating of our manuscript.

1. Although details of the different flights are provided in other papers (Andreae et al., 2018) some
flight details would be appreciated in the supplementary of this manuscript. This study includes
measurements from 13 different flights, how did the meteorological conditions change during
each of these flights. According to the overview paper by Andreae et al., 2018, there is some
variability linked to air mass source and wind conditions. Can the vertical profiles be classified
into different groups depending on meteorological sources?

The meteorological situation was quite similar for all campaign days and dominated by
convection. We added an overview table to the supplement giving information on the different
flights regarding the duration, meteorological situation, and flight strategy. Air mass sources were
analyzed with the model FLEXPART and addressed in the reply to question 2 of the reviewer. The
following was added to Sect. 4.1, p. 11, line 8 (p. 12, line 16):

The meteorological situation during the ACRIDICON-CHUVA campaign was quite similar for all
days. Convection was dominating the daily weather and affecting every flight. The invariance of
the meteorological situation is also visible in the temperature profile (see Fig. 2, Panel (a)) that
barely shows any deviation. An overview of some flight details is provided in Tab. S1.



We included the following to the Supplement:

Tab. S1: Overview of all flights with date, duration, maximum altitude that was reached and the
meteorological situation. Furthermore, information on the flight strategy and comments to the C-ToF-

AMS measurements.

FLIGHT DATEIN DURATION ALTITUDE METEOROLOGICAL  FLIGHT STRATEGY AND
NO. 2014 [KM] CHARACTERISTICS COMMENTS

ACO07 06.09. 7 h 35 min 13.9 Convection Cloud profiling; no zero
filter measurements

ACO08 09.09. 5 h 30 min 13.8 Convection Cloud profiling

AC09 11.09. 6 h 10 min 12.6 Convection Cloud profiling; no zero
filter measurements

AC10 12.09. 7 h 25 min 14.4 Convection, cirrus Cirrus sampling; CVI
measurements only

AC11 16.09. 7 h 25 min 12.9 Convection In- & outflow
measurements, cloud
profiling

AC12 18.09. 6 h 15 min 13.8 Convection Polluted cloud profiling

AC13 19.09. 6 h 30 min 12.9 Convection Polluted cloud profiling

AC14 21.09. 7 h 15 min 15.2 Convection No filter measurements

AC15 23.09. 7 h 20 min 13.8 Convection Outflow sampling, cloud
profiling

AC16 25.09. 6 h 50 min 13.2 Convection In- & outflow
measurements

AC17 27.09. 6 h 40 min 8.1 Convection Cloud contrast
measurements: clouds
above forested and
deforested areas

AC18 28.09. 6 h 50 min 14.4 Convection Clean cloud profiling

AC19 30.09. 7 h 15 min 13.8 Convection, pyro- Marine and biomass

Cumulus burning influence
AC20 01.10. 7 h 05 min 14.4 Convection Cloud profiling




In section 4.3, the authors state that the sources of the organic aerosol in the LT and the UT are
not the same, providing air mass trajectories along the flight track would help support these
conclusions.

We agree that air mass trajectories along the flight track help to support our conclusions. We
analyzed FLEXPART trajectories, calculated along the flight track starting every minute and
calculated backwards for 10 days providing hourly information on the location of each trajectory.
Fig. S4 shows the release altitude of the trajectories against the residence time. The residence
time gives the time that the trajectories spend in the boundary layer (BL, red curve) or in the
upper troposphere (UT, black curve). There is only little interaction and almost no overlap
between both curves. This leads to the conclusion that convection cannot be resolved with the
FLEXPART model.

Fig. S5 shows maps with trajectories that are released below 4 km (lower troposphere, LT, Panel
(a)) and above 8 km (upper troposphere, UT, Panel (b)). The origins of the trajectories differ
overall. The trajectories released below 4 km have their origin also in the LT and show almost no
interaction with higher air masses. Most of the trajectories come from the Atlantic Ocean and the
southern part of South America. In contrast to this, the trajectories released above 8 km have
their origin mainly above the Pacific Ocean and circulate at high altitudes above South America.
Just a minor part of the trajectories origins from the eastern direction, coming from the Atlantic
Ocean and/or Africa. Interactions with air masses at lower altitudes are rare, most prominent is
the lifting at the Andes mountains.

We included the following to Sect. 4.3, p. 15, line 12 (p. 16, line 12):

Air mass trajectories were calculated using the FLEXPART model. The trajectories are calculated
along the flight tracks starting every minute and calculated backwards for 10 days providing hourly
information on the location of each trajectory. The FLEXPART model is not able to resolve
convective transport (see Fig. S4) for the ACRIDICON-CHUVA campaign. Nevertheless, the origin
of the trajectories that are released in the LT (< 4 km) differs from the origin of the trajectories
released in the UT (> 8 km) (see Fig. S5). The trajectories released in the LT have their origin also
in the LT and show almost no interaction with higher air masses. Most of the trajectories come
from the Atlantic Ocean and the southern part of South America. In contrast to this, the
trajectories released above 8 km have their origin mainly above the Pacific Ocean and circulate at
high altitudes above South America. Just a minor part of the trajectories origins from the eastern
direction, coming from the Atlantic Ocean and/or Africa. Interactions with air masses at lower
altitudes are rare, most prominent is the lifting at the Andes mountains.



We included the following to the Supplement:

— Center Trajectory Altitude > 8 km (UT influence)
| —— Center Trajectory Altitude < 2 km (BL influence)

16

— —
N B
| |

—
o
|

(&)}

Release Altitude [km]
co

n

N

0 50 100 150 200 250

Residence Time [h]
Figure S4. Release altitude of the trajectories versus the residence time, i.e. the time that the
trajectories spend in the boundary layer (BL, red curve) and in the upper troposphere (UT, black
curve). There is only little interaction and almost no overlap between both curves. This leads to
the conclusion that convection cannot be resolved with the FLEXPART model.
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Figure S5. Maps with trajectories that are released below 4 km (lower troposphere, LT, Panel (a))

and above 8 km (upper troposphere, UT, Panel (b)). The colour code refers to the altitude of the
centre trajectories.




3. The authors mention that there are 4 CPC instruments operating during these flights, with cut
of diameters of 4 and 10 nm. Were two of the CPCs at 4 nm and the other two at 10 nm. In the
manuscript Andreae et al. (2018) it was mentioned that the second set of CPC instruments were
coupled with a DMA set up for particle size distribution measurements. Is this also the case for
these flights. According to the accompanying papers, other aerosol physical parameters should
be available from the UHSAS for larger diameters. These size distribution measurements may
help to support the conclusions on the SOA particle growth (Page 15, Line 13).

We agree that these data would help to support our conclusions. The data were not finally
processed during the manuscript preparation and therefore not used in the ACPD version of the
manuscript. In the meantime, the validity of the UHSAS-A data was improved, so the UHSAS-A
data are included now in the revised manuscript as follows:

Sect. 2.1.2, p. 5, line 30 (p. 5, line 31):

For particles in the size range between 90 and 600 nm data from an ultra-high sensitivity aerosol
spectrometer (UHSAS-A) that was installed as an underwing probe were analyzed. The
measurement system is based on the detection of scattered light from laser illuminated aerosol
particles. For the ACRIDICON-CHUVA flights used here (AC07-AC10 and AC15-AC20), the
mentioned size range was divided into 66 logarithmic size bins. Data for the other four flights
(AC11-AC14) are recorded in a different size binning and not used here. Cloud passages and
intervals with sample flow deviations were removed. The UHSAS-A was calibrated using spherical
polysterene latex particles.

Sect. 4.3, p. 15, line 15 (p. 17, line 3):

Another indication supporting this is the size information of aerosol particles with diameters
between 90 and 600 nm. Figure 6 shows the vertical profile of the median and the mode of the
binned size distributions measured with the UHSAS-A (Panel (a)). It should be noted here, that
the lowest cutoff of the considered size range of the UHSAS-A is at 90 nm. Accordingly, the
displayed mode diameters are confined by this lower limit. Also, the displayed size distribution
medians are affected by the size range limits and should only be interpreted in this context.
Whereas in the LT the median and the mode are at diameters around 150 nm (median) and 130
nm (mode), respectively, both the median and the mode are shifted towards smaller diameters
with increasing altitude. The lowest value of the median is reached at altitudes above 4 km and
(apparently) remains constant. The colour code in the vertical profile refers to the size
distributions for the three different altitude regions in Panel (b) of Fig 6. Shown are the median
and interquartile range of the size distributions. The size distribution in the LT shows a maximum
at 130 nm. The size distributions in the MT and UT are shifted towards smaller diameters, and it
is clearly seen that the highest concentrations of small particles (around 90 nm) are found in the
UT.
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Figure 6. Vertical profile of the median (black dots) and the mode (triangles) of the binned size
distributions (Panel (a)), and median and interquartile size distributions of particles between 90
and 600 nm in the UT (pink), in the MT (yellow) and in the LT (blue) (Panel (b)). The grey area in
Panel (a) gives the interquartile range. The dotted line in Panel (a) indicates the lower cutoff of
the considered size range of the UHSAS-A. The statistics shown in both Panels (a) and (b) are
calculated from all valid UHSAS-A data from 10 flights (ACO7-AC10, AC15-AC20). Data are
calculated for STP conditions.

Page 14, Line 6: It should be mentioned here that there is significant variability of the m/z 44
(or f44) among different AMS instruments and care should be taken when comparing results
from different instruments (Frohlich et al., 2015, Pieber et al., 2016, Crenn et al., 2016).

We agree to that and included the following to Sect. 4.3, p. 14, line 13 (p. 15, line 25):

It should be mentioned here that there is a significant variability of m/z 44 (and fs41) among
different AMS instruments such that no quantitative comparison can be done among the different
data sets shown in Fig. 4 (Frohlich et al., 2015, Crenn et al., 2015, Pieber et al., 2016).

The authors detail several different methods to provide a robust characterization of the
presence of organic nitrate and IEPOX SOA during these flights. It could be stated why PMF
analysis was not used to try identify the presence of these aerosols. If IEPOXSOA is contributing
up to 40% of the organic mass, they should be easily extracted by a PMF analysis. In addition,
would adding inorganic ions (SO4 and NO3) into the PMF matrix help in extracting an organic
nitrate factor that could then be compared with the other methods used to identify these
species?

In general, PMF can be used to deconvolute the organic matrix into several factors. However, in
this study data from the entire campaign were analysed and cover a wide spatial area (horizontally
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and vertically) with a fairly low temporal resolution due to high aircraft speed and low time
resolution of the C-ToF-AMS. This is not the typical application of the PMF method which works
best if a constant time series at constant location is analyzed. During our analysis we came to the
conclusion that PMF analysis is not suited for the analysis of the data set presented here.

6. For the calculation of the organic nitrate concentrations. It is not clear the difference the first
estimation and the third estimation. These both methods are based on the ratio of the
NO+/NO2+ ions in the instrument and how it varies from calibration values. However, using the
method outlined in Kiendler-Scharr et al., is a more robust and tested method than just using
the ratios alone. Can the authors comment on the added values of the first estimation
compared to the third?

The first estimation with the ratios alone can be seen as a demonstration that the potential for
organic nitrates is given as it is the simplest method to check this. To give this study a more robust
character the other methods were applied, compared, and discussed. According to a short
comment (https://doi.org/10.5194/acp-2018-232-SC1) on our manuscript, a correction of the
calculation was recommended and is included now.

7. Clarification on the contents of Figures:

Figure 2: presents data from all flights during the ACRIDICON-CHUVA campaign.

Figure 3: presents data from 13 flights of the ACRIDICON-CHUVA campaign.

Figure 4 to Figure 10: It is not stated which flights these measurements correspond.

Can the authors provide more information on which flights were represented in figures 3 to 10
and why they were chosen over all 20 flights?

The campaign consists in total of 14 flights. Fig. 2 shows the meteorological parameters during
the campaign for all flights. 13 out of 14 flights were shown in Fig. 3 - 10. During one flight (AC10,
conducted on 12.09.2014) no aerosol measurements of the background air were carried out.
Therefore, data from this flight are missing for the AMS and are not shown in Fig. 3 — 12.

We included the following to Sect. 4, p. 11, line 6 (p. 12, line 13):

One flight does not provide any aerosol data (AC10, conducted on 12.09.2014). Therefore, this
flight is not included in the analysis of the C-ToF-AMS data. All figures are valid for 13 flights,
except where otherwise noted.
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We thank Referee #2 for her/his comments and suggestions that helped to improve the manuscript.
Our response is formatted as follows:

Reviewer’s comments
Author’s reply
Changes to the manuscript

All page, line, section and figure numbers in bold refer to the original manuscript, all others to the revised
version.

This paper reported an aircraft measurement in the tropical troposphere over the amazon region.
The vertical profile of the main components in submicron aerosols were measured by a C-ToF-AMS.
The authors focus their discussion on SOA formed through isoprene oxidation under low NO
condition, i.e. isoprene epoxydiols-derived SOA (IEPOX-SOA) and organic nitrate formation. Vertical
profiles of IEPOX-SOA and organic nitrate mass up to 14 km are new and very interesting. However,
the analysis method of this paper has a very serious caveat which needs to be furtherly explored and
addressed. | recommend a major revision due to the comments as below:

1. The entire analysis of this paper only depends on AMS measurement. To prove the deduction
that the IEPOX-SOA can be formed in the upper troposphere. The authors should show
evidences. E.g., what are the vertical profile of isoprene and NO, or even gas-phase IEPOX. The
authors argued there is high organic nitrate formation due to NOx production of lighting.
However, the high NO will inhibite IEPOX-SOA formation (Paulot, Crounse et al. 2009, de S3,
Palm et al. 2016, Liu, Brito et al. 2016). The addressed reason for organic nitrate formation
conflicts with that for IEPOX-SOA formation. And the authors should show recalculate the PH
after correcting the mass concentration of nitrate. See detailed information in the followed
comment.

Isoprene or gas-phase IEPOX were not measured during the ACRIDICON-CHUVA campaign as there
were no appropriate instruments on board. The vertical profile of NO and NO, can be found in Fig.
8 (Fig. 9, p. 21). We also included UHSAS-A data to provide size information of particles with a
diameter between 90 and 600 nm.

We agree to the statement that high NO will inhibit the formation of IEPOX-SOA as already
mentioned in our manuscript on p. 16, line 24. We concluded that the oxidation of isoprene to
IEPOX must occur in regions with low NO, e.g. during the vertical transport to high altitudes.

A recalculation for the acidity of aerosol particles after nitrate correction was done and Fig. S3 in
the supplement is updated.

2. This paper reported the mass and ions measured with C-ToF-AMS, which gives an UMR
spectrum. M/z 30 is mainly composed of CH20+ and NO+ ions, and m/z 46 is NO2 and CH202+.
The contribution of CH20 ions to m/z 30 (CH202 to m/z 46) is very high in areas strongly
influenced by biogenic emissions. In the SE US, the aerosol composition of which is very similar
to the Amazon area, UMR nitrate (with NO+, NO2, CH20+CH202) is overestimated a factor of
2-3 than the high-resolution nitrate (true nitrate with NO+ and NO2) based on the default
fragmentation table, due to underestimation of the organic (CH20 and CH202) interferences
(Hu, Campuzano-Jost et al. 2017). Thus the nitrate mass concentration reported in this study are
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combination of organic and nitrates. As a result, the ratio of UMR m/z 30 and UMR 46 cannot be
used to calculate organic nitrate mass concentration, unless the authors find a way to exclude
the interference. A revised fragmentation table is suggested in (Allan, Morgan et al. 2014).
However, its suitability for Amazon area still needs to be evaluated. Similarly, the authors cannot
really report the IEPOX-SOA increases with nitrate, which is probably organics. The statement in
page 17 1-7 lines are wrong due to the reason mentioned here.

As already suggested by the short comment (https://doi.org/10.5194/acp-2018-232-SC1) on our
manuscript, a correction of the calculation of organic nitrate was recommended. This was done
according to a recent publication by Fry et al., 2018 (https://doi.org/10.5194/acp-2018-255) and
is included now. We added the following to the manuscript to Sect. 3.4 p. 9, line 16 (p. 10, line 9):

As organic interferences on the mass spectral signals at m/z 30 (interference from CH,0*) and m/z
46 (interference from CH,0,*) can occur in environments with high biogenic contribution and/or
small nitrate concentrations, a correction according to Fry et al. (2018) was applied. The
correction of both signals at m/z 30 and 46 is achieved by using correlated organic signals at m/z
29, 42, 43, and/or 45 derived by high resolution measurements. The organic signals at m/z 29
(CHO") and m/z 45 (CHO;") are closest to those affected by the interference and used for the
correction here. Equations 4 and 5 give the individual correction for the nitrate signal at m/z 30
and 46, respectively. The correction for NO* includes the total signal at m/z 30, the default
fragmentation correction from the air signal (Allan et al., 2004), and a correction coefficient that
depends on the m/z used for the correction (A;). As for m/z 30 the correlated organic signal at m/z
29 is used here, the organic signal at m/z 29 (Org29) needs to be taken into account as well as the
contribution of the isotopes of organic CO. For the correction of the nitrate fraction at m/z 46 a
term which includes a correlation coefficient B;and the organic signal at m/z 45 is subtracted from
the signal at m/z 46. The correction coefficient A; is in this case 0.215, B; is 0.127 (see supplement
to Fry et al., 2018). In the organic signal at m/z 28, 29, 30 and 45 the relative ionization efficiency
(RIEorg) is already applied and needs to be reversed for the correction of the nitrate signal.

Nitrate fraction at m/z 30:
NO*=m/z 30 — 0.0000136*m/z 28 — A; * (Org29 — 0.011*0rg28) * RlEorz — Org30*RIEo (4)

Nitrate fraction at m/z 46:
NO,;" = m/z 46 — B; * Org45 * RlEor (5)

The total nitrate signal is then calculated by adding both fractions. The final nitrate mass
concentrations were reduced by 0.045 pg m (STP) on average corresponding to an averaged
reduction of 39 % of the initial nitrate mass concentrations. A comparison of the initial and
finalized nitrate mass concentrations can be found in the Supplement (see Fig. S2).

Furthermore, we added the following to the paragraph in Sect. 4.5 p. 19, line 2 (p. 21, line 16):

Figure 10 shows the scatter plot of the corrected NO* and NO," for the LT (dark blue) and the UT
(light blue). The linear fit curves for the LT and UT have an intercept of 0, proving that the applied
correction is essential. Nevertheless, it has to be noted that the correction is based on correlations
between different m/z signals derived from measurements at low altitudes (Fry et al., 2018), thus
the application to UT data bears uncertainties, because the conditions (especially temperature)


https://doi.org/10.5194/acp-2018-232-SC1
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are different. However, high resolution AMS measurements at these altitudes are currently not
available.

The linear fit for the LT data shows a higher slope than that derived from calibrations with
ammonium nitrate. The linear fit for the UT shows also a higher slope and some data points are
still significantly above the fitted ratio between NO* and NO,". This can be seen as a first hint that
organic nitrates might be observed, especially in the UT.
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Figure 10. Scatter plot of NO* and NO;* for the lower troposphere (LT, dark blue) and the
upper troposphere (UT, light blue). The nitrate signals have been corrected for organic
interference according to Fry et al., 2018. Linear fit curves are shown in red, the ratio of
NO* and NO;" derived from calibrations with ammonium nitrate is presented by the red
dashed line.



We added the following to the supplement:
14 1 J_ 1 | 1 1
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Figure S2. Vertical profile of median nitrate mass concentrations and interquartile ranges
before (light blue) and after (dark blue) corrections according to Fry et al., 2018 and
supplement to Fry et al., 2018.

Furthermore, we changed the paragraph in Sect. 4.4 p. 17, line 2 (p. 20, line 8) to the following:

Although the correlation between IEPOX-SOA and nitrate is weak, it may indicate that not only
sulfate, but also nitrate can provide the acidic conditions for the partitioning of IEPOX to IEPOX-
SOA. For our data, taking only the inorganic species (nitrate and sulfate) into account for acidity
calculations, the aerosol is mainly neutralized (see Fig. S6). Although there is a tendency in the UT
above 10 km that the measured ammonium is not sufficient to neutralize the inorganic species, a
quantitative statement cannot be made as the values fall below or close by the DL. The presence
of organosulfates and -nitrates could also affect the acidity calculations. As for the organonitrates
the data are already corrected, for organosulfates such a similar correction is not possible with



data from a C-ToF-AMS as there are no different fragmentation patterns between inorganic and
organic sulfates (Farmer et al., 2010).

3. Page 20 line 15, there is no way that the calculated organic nitrate mass concentration based on
Fry et al. (2013) can be higher than the total nitrate mass concentration measured from AMS.
Because Fry et al. (2013) used a method base on splitting the mass of total nitrate masses with
differential NO/NO2 ratios from NH4NO3 and organic nitrate. Please check furtherly.

After correcting the contribution of organics to m/z 30 and m/z 46 all data were recalculated. For
the comparison with the method described by Fry et al. (2013) a good agreement is now achieved.
The vertical profiles show similar median values (see Fig. 11). Differences in the scatter plot are in
the range of uncertainty of the data (see Fig. 12).

4. How are the vertical profiles of main components in submicron aerosols in this study compared
to the amazon study reported in (Allan, Morgan et al. 2014). Also the It will be interesting if the
authors can address the similarity and differences, especially for m/z 82 and f82. What is the
new finding in this study compared to the previous ones.

The study by Allan et al., 2014 reported aircraft measurements above the Amazon rain forest at
altitudes up to 5 km. Our study presents also data from higher altitudes up to 14 km, providing
more information on the vertical profile of submicron aerosol chemical composition and fs..

We added a short comparison with the study by Allan et al., 2014 to the paragraph in Sect. 4.4 p.
16, line 10 (p. 18, line 12):

To the best of our knowledge, fs; data from the tropical upper troposphere have not yet been
reported in the literature. Aircraft measurements above the Amazon rainforest were reported by
Allan et al. (2014), but these data are restricted to altitudes below 5 km, corresponding to the
definition of the LT in this study. In Allan et al. (2014), two cases are presented and show
background (4 %o) and increased values (9 %o) of fs;. The highest values of fs; were found on top
of the boundary layer, decreasing with increasing altitudes. These values are similar to the data
from the LT presented here.

Minor comments:

5. Page 7 line 12: please give details about the “a time-dependent cubic spline function was used
to determine a detection limit for each data point”

In order to provide more details on the function that was used to determine the detection limits,
we added the following to the manuscript to Sect. 3.1 p. 7, line 11 (p. 7, line 13).

Here, a time-dependent cubic spline function was used to determine a detection limit for each
data point. This function was developed at the Max Planck Institute for Chemistry (MPIC) and is
introduced and explained in more detail in a PhD thesis (Reitz, 2011). For every data point of the
background signal a third order polynomial (cubic) function is calculated through the four
neighbouring points (two before and two behind) while omitting the actual point. Applying this
method, all trends from the background signal are excluded and just the short-term noise remains.
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A guantity R is introduced in the algorithm and characterizes the statistical spread of the noise. R
is defined by the squares of the deviation between the omitted centre point and the cubic function
along a moving window. To relate this R to the standard deviation (o) a proportionality factor of
(18/35)*? is needed (Reitz, 2011). The exact derivation of the proportionality factor will not be
explained here, but qualitatively it accounts for the fact that not only the points are affected by
noise but also the cubic function itself. Thus, R is larger than the standard deviation (o). This
calculation also provides a continuous o from which the detection limit can be derived using the
equationDL=3xV2 x 0.

6. Page 6 line 13: give full citation of Molleker et al. 2018.

Molleker et al., 2018 is a manuscript in preparation. We changed the citation in the manuscript to
the following:

Further details of the constant pressure inlet are subject of a separate publication (Molleker et al.,
manuscript in preparation).

7. Page 8 line 15-16: Hu et al. 2015 showed an f82 value from IEPOX-SOA and background sources
in the appendix.

We do not understand this comment. We refer to Hu et al. (2015) already.

8. Page 8 equation 1, what is the f82 values of IEPOX-SOA used in this study to calculate the mass
concentration of IEPOX-SOA.

The fs; value of IEPOX-SOA used in our study is 22 %o as suggested in Hu et al. 2015. We denoted
this as fg,'EPO%S0A (p. 8, line 26-27 (p. 9, line 7-8)).
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Abstract. During the ACRIDICON-CHUVA field project (September - October 2014; based in Manaus, Brazil) aircraft-
based in-situ measurements of aerosol chemical composition were conducted in the tropical troposphere over the Amazon
using the High Altitude and Long Range Research Aircraft (HALO), covering altitudes from the boundary layer height up
to 14.4 km. The submicron non-refractory aerosol was characterized by flash-vaporization/electron impact-ionization aerosol
particle mass spectrometry. The results show that significant secondary organic aerosol (SOA) formation by isoprene oxidation

products occurs in the upper troposphere, leading to increased organic aerosol mass concentrations above 10 km altitude.

The median organic mass concentrations in the upper troposphere above 10 km range between |_ . (referring

arara mvaame o -

to standard temperature and pressure; STP) with interquartile ranges of ’, (STP), representing ‘\.:--‘ of the

o ..

total submicron non-refractory aerosol particle mass. The presence of isoprene epoxydiol-derived isoprene secondary organic

aerosol (IEPOX-SOA) was confirmed by marker peaks in the mass spectra. We estimate the contribution of IEPOX-SOA to the
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total organic aerosol in the upper troposphere to be about 20 %. After isoprene emission from vegetation, oxidation processes
occur at low altitudes and/or during transport to higher altitudes, which may lead to the formation of IEPOX (one oxidation
product of isoprene). Reactive uptake or condensation of IEPOX on pre-existing particles leads to IEPOX-SOA formation and
subsequently increasing organic mass in the upper troposphere. This organic mass increase was accompanied by an increase
of the nitrate mass concentrations, most likely due to NO,, production by lightning. Analysis of the ion ratio of NOT to NOF
indicated that nitrate in the upper troposphere exists mainly in the form of organic nitrate. IEPOX-SOA and organic nitrates
are coincident with each other, indicating that IEPOX-SOA forms in the upper troposphere either on acidic nitrate particles

forming organic nitrates derived from IEPOX or on already neutralized organic nitrate aerosol particles.

1 Introduction

Volatile organic compounds (VOCs) emitted by vegetation can lead to the formation of secondary organic aerosol (SOA)
through atmospheric oxidation and further chemical processes (e.g., Zhang et al., 2007; Jimenez et al., 2009; Hallquist et al.,
2009; Shrivastava et al., 2017). One important VOC is isoprene (CsHg, 2-methyl-1,3-butadiene), the most abundant non-

methane hydrocarbon with a global emission rate of ~500 Tgy !

, with a large contribution coming from the Amazon rain
forest (Guenther et al., 2012). Also the conditions for photooxidative reactions are favoured in this tropical region. Isoprene is
a short-lived atmospheric gas, which is oxidized in the atmosphere by reactions with the hydroxyl radical (OH), nitrate radical
(NOg), or ozone (O3). OH-initiated oxidation leads to isoprene peroxide radicals (ISOPOO). Depending on the NO, and HO,,
concentrations, ISOPOO can react further through different pathways.

For HO, dominant conditions, meaning conditions with low amounts (< 1 ppb) of NO (Wennberg, 2013), ISOPOO will mainly
react with hydroperoxyl radicals (HO-) to the intermediate oligomer hydroxyhydroperoxides (ISOPOOH). Further oxidation
of ISOPOOH may lead to isoprene epoxydiols (IEPOX), which then can partition into the particle phase by condensation or
reactive uptake and, thus, SOA derived from IEPOX (IEPOX-SOA) can be formed (e.g., Claeys et al., 2004; Carlton et al.,
2009; Paulot et al., 2009; Surratt et al., 2010; Lin et al., 2012; Budisulistiorini et al., 2013; Worton et al., 2013; St. Clair et al.,
2016; Liu et al., 2016b). Laboratory studies demonstrate that around 50 % of isoprene-derived particulate matter is associ-
ated with IEPOX production and uptake through the HO5 pathway and in the presence of acidic aerosol particles (Liu et al.,
2015). The existence of aerosol as seed particles seems to be necessary (Surratt et al., 2010; Lin et al., 2012), but also the
acidity of aerosol can influence the formation yield of IEPOX-SOA. Laboratory and field studies found a correlation between
IEPOX-SOA and sulfate, which is related to the acidity of aerosol (Surratt et al., 2007; Budisulistiorini et al., 2013). Although
the IEPOX pathway is considered as the dominant one, further laboratory studies show that also other gas-phase reactions of
ISOPOOH with multifunctional hydroperoxides contribute to the formation of isoprene-derived SOA (e.g., Krechmer et al.,
2015; Liu et al., 2016b; Riva et al., 2016).

A different oxidation pathway occurs at increased NO concentrations (> 1 ppb) in NO dominant conditions (Wennberg, 2013).
Reaction pathways for ISOPOO change towards reactions with NO instead of HO», leading to hydroxynitrates and/or hydrox-
yalkoxy radicals, which decompose further to methacrolein (MACR) and methyl vinyl ketone (MVK). Whereas MACR is a
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precursor for isoprene-derived SOA, MVK has almost no SOA contribution (Surratt et al., 2006; Liu et al., 2016a).

In the central Amazon region, both HO5 and NO dominated conditions were observed dependent on the time and location of
measurements (Kuhn et al., 2010; Andreae et al., 2015; Martin et al., 2016). Thus, isoprene can undergo different gas-phase
reactions depending on several conditions, leading either to IEPOX-SOA or to other types of isoprene-derived SOA.

Several field studies for investigating IEPOX-SOA were conducted in different regions. The extensive study by Hu et al. (2015)
summarizes those with a focus on IEPOX-SOA measured by aerosol mass spectrometry. The tracer ion at mass to charge ratio
(m/z) 82 (C5HgO) was identified to be related to IEPOX-SOA in combination with the ion at m/z 53 (C4Hs) (Robinson et al.,
2011; Allan et al., 2014; Hu et al., 2015). In order to quantify the amount of IEPOX-SOA measured by aerosol mass spectrom-
etry, the ratio of the signal at m/z 82 to the whole organic signal was introduced and is defined as fgo (e.g., Budisulistiorini
et al., 2013; Allan et al., 2014; Hu et al., 2015). Background values of fgo were calculated on the basis of different field studies
worldwide. In areas with predominant monoterpene emissions, the background value is 3.1 + 0.6 %o . Areas with a strong
biomass burning and urban influence a background value of 1.7 & 0.1 %o is reported, whereas ambient organic aerosol with a
strong isoprene influence under low NO conditions shows an increased value of 6.5 £+ 2.2 %o (Hu et al., 2015).

The AMAZE-08 campaign focused on SOA production mechanisms at a pristine continental site in the Amazon basin during
the wet season (Martin et al., 2010). The submicron aerosol particles were found to be dominated by secondary organic mate-
rial (Chen et al., 2009). From positive matrix factorization (PMF) analysis one factor was associated with the reactive uptake
of IEPOX to acidic haze, fog or cloud droplets (Chen et al., 2015). Another field campaign that was conducted in the Amazon
basin is the GoAmazon2014/5 field campaign (Martin et al., 2016). One focus of GoAmazon2014/5 is the study of aerosol
sources and SOA formation and aging comparing the dry and wet season and the influence of urban pollution (Shilling et al.,
2018). Another focus is the investigation of parameters influencing the pathways for isoprene oxidation. Shifts in the prevailing
regime of NO or HO, pathways for isoprene photooxidation in the central region of Amazonia were studied (Liu et al., 2016b).
Also, shifts in the production of [IEPOX-SOA with changing concentrations of sulfate and NO,, in the boundary layer of central
Amazon region were studied as part of GoAmazon2014/5 (de Sa et al., 2017). Increased NO concentrations suppress IEPOX-
SOA production. Despite the enhancing effect of increased sulfate concentrations for IEPOX-SOA production, the NO effect
is dominating (de S4 et al., 2017). During another airborne measurement campaign in the Amazon rain forest (SAMBBA), the
highest fgo values were around 9 %o measured at the top of the boundary layer with a maximum flight altitude of 5 km (Allan
et al., 2014). A recent paper by Mei et al. (2018) compares aircraft measurements from the GoAmazon2014/5 campaign with
data collected during the ACRIDICON-CHUVA campaign and with measurements taken at a ground station in the Amazon
(T3). The results show good agreement for many measured atmospheric parameters and gives the opportunity to validate the
data quality for several measurements conducted on different sampling platforms (Mei et al., 2018).

Very few measurements at altitudes higher than the boundary layer were reported. From single particle mass spectrometric
measurements IEPOX sulfate esters were identified in 80 % and 50 % of the analyzed particles measured at altitudes of 5 and
10 km in the tropical free troposphere, respectively (Froyd et al., 2010). In the boundary layer, IEPOX sulfate ester in aerosol
particles did not occur. This is explained by a low abundance of acidic aerosol particles acting as seed particles and with a

relatively short time since the emission of isoprene (Froyd et al., 2010). However, with lofting of isoprene and its derivatives
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above the boundary layer, it is suggested that IEPOX can partition more efficiently to acidic aerosol particles. The reactive
uptake of IEPOX contributed 1-20 % of the tropospheric aerosol mass in the tropics where continental convection was active
(Froyd et al., 2010).

The presence of SOA in the tropical upper troposphere can have different effects. For example, it can be entrained into the trop-
ical transition layer (TTL) from where further slow, radiatively-driven lifting could transport them into the lower stratosphere
(Fueglistaler et al., 2009). There, and in the TTL region of enhanced new particle formation near the tropopause, the SOA
could become part of the global tropical layer of elevated submicron particle abundances (Borrmann et al., 2010; Weigel et al.,
2011). It has also been suggested that aerosol formation in the upper troposphere can provide a source for cloud condensation
nuclei for lower altitudes in the Amazon region (Wang et al., 2016; Andreae et al., 2018).

Another interesting aspect is the presence of organic nitrates. Many studies reported on the difficulties to measure organic
nitrates quantitatively, but suggested also a possibility to estimate the amount or at least the presence of organic nitrates based
on the measured ion ratios of NO™ to N02+ using aerosol mass spectrometry (e.g., Bruns et al., 2010; Farmer et al., 2010;
Rollins et al., 2010; Fry et al., 2013; Ayres et al., 2015; Kiendler-Scharr et al., 2016; Ng et al., 2017; Schneider et al., 2017).
Oxidation of VOCs with the highly reactive nitrate radical NOgs can lead to different nitrogen-containing oxidation products
that can partition to the aerosol-phase (e.g., Kroll and Seinfeld, 2008; Shrivastava et al., 2017). The nitrate radical oxidation of
VOC:s can contribute up to 20 % of the global VOC oxidation and is supposed to increase the aerosol mass significantly (Boyd
et al., 2015).

Field measurements have shown that the major aerosol-phase product of monoterpene oxidation with nitrate radical is likely
a hydroperoxy nitrate (C190H;7NOs) whereas the analogous isoprene oxidation product has a contribution of less than 1 % of
the total organic nitrate and occurs more in gas phase (Ayres et al., 2015). Laboratory studies suggested that isoprene-derived
organic nitrates are formed from SOA reactions, but undergo substitution reactions in which nitrate is substituted by sulfate
(Darer et al., 2011). Studies from the south eastern US showed, that organic nitrate aerosol particles from monoterpenes are
strongly influenced by anthropogenic pollutants and may contribute to 19-34 % of the total organic aerosol content (Xu et al.,
2015). Polluted urban regions are often dominated by inorganic nitrates (Farmer et al., 2010). However, in rural forested areas
a dominance of particulate organic nitrates formed from oxidation of monoterpenes was reported (Fry et al., 2013). A recent
study from the Amazon showed with measurements at ground level that up to 87 % of the total nitrate can be attributed to
organic nitrate (de Sa et al., 2018).

This study presents submicron aerosol chemical composition measurements and focuses on the presence of IEPOX-SOA at
different altitudes above the Amazon. The analysis herein uses data from the ACRIDICON-CHU VA campaign, which was con-
ducted in September 2014 (Wendisch et al., 2016). The study gives insights into the photooxidative state of organic aerosols, the
presence of IEPOX-SOA, and also the presence of particulate organic nitrates. A comparison of these parameters for different

altitudes is presented.
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2 The ACRIDICON-CHUVA campaign and instrumentation on HALO

The aircraft campaign ACRIDICON-CHUVA aimed at the investigation of convective cloud systems to better understand and
to quantify aerosol-cloud-interactions and radiative effects of convective clouds. ACRIDICON is the acronym for “Aerosol,
Cloud, Precipitation, and Radiation Interactions and Dynamics of Convective Cloud Systems”; CHUVA stands for “Cloud
Processes of the Main Precipitation Systems in Brazil: A Contribution to Cloud Resolving Modeling and to the GPM (Global
Precipitation Measurement)”. This campaign was performed with HALO (High Altitude and Long Range Research Aircraft),
which is operated by the German Aerospace Center (DLR). During September and October 2014 (dry season (Andreae et al.,
2015)), 14 flights were conducted in the region around Manaus, Brazil, with a radius of 1300 km above the Amazon rain
forest and to the Atlantic coast. Altitudes up to 14.4 km were reached. HALO was equipped with instruments for measuring
basic meteorological parameters, atmospheric radiation, trace gases, and aerosol properties, such as size, number, and mass
concentration and chemical composition. An overview on the campaign, its objectives and the instrumentation properties and

uncertainties can be found in Wendisch et al. (2016), Voigt et al. (2017) and Machado et al. (2017).
2.1 In-situ aircraft instrumentation
2.1.1 Basic meteorological data

Basic meteorological data were obtained from the BAsic HALO Measurement And Sensor System (BAHAMAS) at 1 s time
resolution. BAHAMAS acquires data from air flow and thermodynamic sensors as well as from the aircraft avionics and a
high precision inertial reference system to derive basic meteorological parameters like pressure, temperature and the 3-D wind
vector as well as aircraft position and altitude. Water vapour mixing ratio and further derived humidity parameters are measured
by SHARC (Sophisticated Hygrometer for Atmospheric ResearCh) based on direct absorption measurement by a tunable diode
laser (TDL) system. Typical absolute accuracy of the basic meteorological data is 0.5 K for temperature, 0.3 hPa for pressure,

0.4-0.6 ms~* for wind and (5 % + 1 ppmv) for water vapour volume mixing ratio.
2.1.2 Aerosol number concentration measurements

Aerosol particle number concentrations were measured using the Aerosol Measurement System (AMETYST). It includes four
butanol-based condensation particle counters (modified model 5.410 by Grimm Aerosol Technik, Ainring, Germany) with
flow rates of 0.6 and 0.3 1min—1, configured with different nominal lower cutoff diameters at 4 nm and 10 nm (set via the
temperature difference between saturator and condenser). AMETYST samples behind the HALO Aerosol Submicrometer Inlet
(HASI) mounted on top of the fuselage, which provides near-isokinetic sampling of aerosol particles up to diameters of 2-3
pm. During this campaign, sampling line losses and inlet transmission limited the lower size cutoff to about 20 nm in the upper
troposphere. As cloud hydrometeors are found to cause artefacts in the detected number concentrations, cloud passages have

been removed from the data set. For details see Wendisch et al. (2016) and Andreae et al. (2018).
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2.1.3 Submicron particle chemical composition measurements

During the ACRIDICON-CHUVA campaign we operated a Compact Time-of-Flight Aerosol Mass Spectrometer (C-ToF-
AMS) (Drewnick et al., 2005; Canagaratna et al., 2007; Schmale et al., 2010) to investigate background aerosol composition
around deep convective cloud systems. The C-ToF-AMS was connected to the HASI for sampling aerosol particles. The
instrument was connected via a 6.25 mm (1/4-inch) stainless steel tubing. Aerosol particles enter the C-ToF-AMS via a
constant pressure inlet controlling the volumetric flow into the instrument. In contrast to the classical approach (Bahreini et al.,
2008) this custom-made (at the Max Planck Institute for Chemistry) device consists of two plates with a flexible orifice in
between and is connected to a rotor. Squeezing or relaxing the orifice leads to a change of the volumetric flow rate into the
instrument such that the pressure in the aerodynamic lens can be maintained constant. Thus, a constant mass flow into the
instrument is achieved. Therefore, all data reported here represent conditions during the calibration on ground with a pressure
of 995 hPa and temperatures of 300 K. These conditions define our standard temperature and pressure (STP). Further details of
the constant pressure inlet are subject of a separate publication ST The C-ToF-AMS
was operated with a time resolution of 30 s, which corresponds to roughly 6 km flight path. An overall accuracy of about 30
% has been reported in previous studies (Canagaratna et al., 2007; Middlebrook et al., 2012).

The refractory black carbon (rBC) particles were measured with a Single Particle Soot Photometer (SP2, Droplet Measurement
Techniques, Longmont, CO, USA). The instrument uses a laser-induced incandescence technique to quantify the mass of rBC in
individual aerosol particles (Stephens et al., 2003; Schwarz et al., 2006). Calibrations of the incandescent signal were conducted
before, during and after the campaign using size-selected fullerene soot particles. The scattering signal was calibrated using
either spherical polystyrene latex size standards or ammonium sulfate particles of different diameters selected by a differential

mobility analyzer.
2.1.4 NO and NO, measurements

Measurements of nitric oxide (NO) and total reactive nitrogen (NO,) were conducted by a dual-channel chemiluminescence
detector (CLD-SR, Eco Physics). Ambient air is sampled via a standard HALO trace gas inlet with a Teflon tube. For the NO,,
channel, the chemi-luminescence detector is combined with a custom-built gold converter that reduces all oxidized reactive
nitrogen species to NO (Ziereis et al., 2000). NO from ambient air reacts with O3z produced from an ozone generator in a
chamber resulting in excited NOs. The emitted luminescence signal is detected. The detector channel is equipped with a pre-

reaction chamber for determining cross-reactions of other compounds in ambient air reacting with Os. The time resolution is
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Table 1. Relative ionisation efficiencies (RIEs) used for data analysis. RIExus and RIEso4 are determined from calibrations with ammonium
nitrate and sulfate before, during and after the campaign. RIEno3 and RIEo,, are literature values (Alfarra et al., 2004; Canagaratna et al.,

2007).

RIEnos RIEnms RIEsos RIEog

1.1 3.77 0.89 1.4

1 s. The precision and accuracy of the measurements depend on the ambient concentrations, with typical values of 5 % and 7

% (NO) and 10 % and 15 % (NO,)), respectively.

3 Data analysis
3.1 General C-ToF-AMS data approaches

The C-ToF-AMS was calibrated with monodisperse ammonium nitrate and sulfate before, during and after the campaign in
order to estimate relative ionisation efficiencies (RIE) for nitrate and sulfate. The resulting calibration values can be found in
Tab.1.

A value of 0.5 for the collection efficiency (CE) was used for all flights (Matthew et al., 2008; Middlebrook et al., 2012).
The main fraction of the measured aerosol mass consists of organic matter (see Sect. 4.2), which has no clear effect on
the CE. Furthermore, large amounts of nitrate that would lead to a higher CE were not encountered during the campaign
(Middlebrook et al., 2012).

Detection limits were derived as three times the standard deviation from the background signal according to Reitz (2011).
e e

Here, a time-dependent cubic spline function was used to determine a detection limit for each data point. -_
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Averaged over a single flight, the detection limit is around 0.11 pg m~3 for organics, 0.02 ug m~2 for nitrate, 0.03 ug m—2 for
sulfate and 0.09 ug m~3 for ammonium. It should be noted here that ammonium can experience additional uncertainty due to
cross-relations with water in the fragmentation table (Allan et al., 2004). A vertical profile of the averaged detection limits for

all species can be found in the supplement (see Fig. S1).
3.2 Oxidation state of the organic aerosol

The oxidation state of the organic aerosol indicates the degree of photochemical aging. It can be determined using the cor-
relation between the ratio of the signal at m/z 44 (mostly CO;“) to the total organic signal, f44, and the ratio of the signal
at m/z 43 (mostly CoH30™) to the total organic signal, f43 (Ng et al., 2010). These two ions are important tools to identify
the photochemical aging of organic aerosol components in the atmosphere. Organic aerosol can be grouped into oxygenated
organic aerosol (OOA) and hydrocarbon-like organic aerosol (HOA), whereby OOA is further classified into low-volatile OOA
(LV-O0A) and semi-volatile OOA (SV-OOA) (e.g., Alfarra et al., 2004; Zhang et al., 2005; Canagaratna et al., 2007; Zhang
et al., 2007; Jimenez et al., 2009; Ng et al., 2011; Ortega et al., 2016). The difference between these two sub-components is
represented by the two ions at m/z 43 and m/z 44. These two ions, or more specifically f45 and fy4, change during photo-
chemical aging of organic aerosol, leading to higher f;4 and lower f43 values for LV-OOA than SV-OOA. With increasing
photochemical aging, organic aerosol of different origins become more similar in terms of chemistry (Jimenez et al., 2009).
We use the ratio Ry4/43 (f14 divided by f43) to show the effect of photochemical aging on organic aerosol particles dependent

on the altitude.
3.3 Tracer for isoprene epoxydiol-derived secondary organic aerosol (IEPOX-SOA)

The tracer ion at m/z 82 (CsHgO™) is attributed to methylfuran and was identified to be related to IEPOX-SOA (Robinson
etal., 2011). Due to thermal vaporisation and subsequent electron impact ionization in the C-ToF-AMS, isoprene photooxida-
tion products in the aerosol are decomposed and lead to an increased signal at m/z 82 (Robinson et al., 2011; Lin et al., 2012). A
strong correlation is found with the ion at m/z 53, which corresponds to C4H;r (Robinson et al., 2011; Lin et al., 2012). Calcu-
lating the ratio of the signal at m/z 82 to the whole organic signal leads to the fraction fgo. This fraction is identified as a tracer
just for [IEPOX-SOA, not for other isoprene-derived SOA from different reaction pathways (e.g., Robinson et al., 2011; Allan
et al.,, 2014; Hu et al., 2015). A study by Hu et al. (2015) found background values of fc_y o+ (ratio of CsHgO™ to the total
organic signal) for different regions worldwide. For urban and biomass-burning influenced regions an averaged background
value of 1.7 &£ 0.1 %o is found. Areas strongly impacted by monoterpene emissions show higher averaged background values
of 3.1 + 0.6 %.. For ambient organic aerosol particles that are influenced by enhanced isoprene emissions and no extensive NO
emissions with presence of HO,, values of 6.5 + 2.2 %o have been reported (Hu et al., 2015). This enhanced value indicates
a strong [EPOX-SOA influence. All the mentioned values are derived from high resolution ToF-AMS (HR-ToF-AMS) data. A
C-ToF-AMS with unit mass resolution might show some interferences from other ions at m/z 82, but nevertheless the tracer
fs2 is also seen as useful for identifying IEPOX-SOA (Hu et al., 2015).

Figure 1 shows the normalized, measured mass spectrum for a period with high fgo during flight AC13 (for the flight notation,
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Figure 1. Normalized mass spectrum of IEPOX-SOA during flight AC13 conducted on 19 September 2014 at an altitude of 12.6 km.
Averaging time for this spectrum was one minute (15:54-15:55 UTC). The two distinct IEPOX-SOA tracers m/z 82 and m/z 53 are labelled.

The calculated fso from this mass spectrum is 27.4 %o.

see Wendisch et al. (2016)) conducted on 19 September 2014 at an altitude of 12.6 km. The averaging time for this spectrum
was one minute (15:54-15:55 UTC). The two peaks for determining IEPOX-SOA, m/z 82 and m/z 53, are labelled and clearly
visible in the spectrum. For m/z 82 and m/z 53 the same RIE as for organics is applied (Allan et al., 2014). The calculated fgo
from this spectrum is 27.4 %o.

A method for the estimation of the mass concentration of [EPOX-SOA is reported by Hu et al. (2015), see Eq. 2. For this
calculation the mass concentration at m/z 82 [C'(m/z 82)], total organic mass concentration [C'(Org)], a reference fso value for
IEPOX-SOA (fEPOXSOA) "and a background value (f5£) are taken into account. The reference value for fIEPOXSOA js set to 22
%o (Hu et al., 2015). The background value ngg can be determined with an empirical equation and depends on the influence
of urban, biomass burning or strong monoterpene emissions (Hu et al., 2015). For our data set we assume strong monoterpene
emission influence and use Eq. 3 to determine ngg according to Hu et al. (2015).

C(m/z 82) — C(Org) - fof
ngOXSOA _ f;32g

C(IEPOX-SOA) = )

o2 = 0.0077 — 0.019 - f1q 3)

In Eq. 2, C'(m/z 82), and C(Org) designate mass concentrations in units of uyg m—3.

3.4 Particulate organic nitrates

Several studies show that qualitative measurements and quantification of organic nitrates are of major interest (e.g., Fry et al.,
2009; Bruns et al., 2010; Farmer et al., 2010; Ayres et al., 2015; Kiendler-Scharr et al., 2016; Liu et al., 2017; Schneider et al.,
2017). Organic nitrates are decomposed during the evaporation and/or ionisation processes in the C-ToF-AMS and, therefore,
are divided into an organic and a nitrate signal (Farmer et al., 2010). The following use of RONO,, refers to the nitrate content

of organic nitrates, as the organic content cannot be estimated with the described methods. Due to observations during the



measurement campaign, the analysis of organic nitrates is described as one part of this study. Four methods are applied to find

out whether organic nitrates have been present during the measurements.

— A first estimation of organic nitrates can be derived from the ratio of the nitrate-related ions at m/z 30 (NOT) and

5 m/z 46 (NOJ). The signal at m/z 30 is mostly from NO*, but also the organic ion CH,O™ can contribute with a
small amount (Allan et al., 2014). Such interferences at m/z 30 with CH,O™ are corrected in the evaluation software

by the fragmentation table (Allan et al., 2004), but it is not possible to distinguish unambiguously between the NO™

and the CH,O™ ions with a C-ToF-AMS. The signal at m/z 46 is usually dominated by NOJ ions (Jimenez et al.,
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The ratio of NO* to NOJ is different for inorganic ammonium nitrate and organic nitrate. The ratio for inorganic nitrate

is known from the ionisation efficiency calibration with pure ammonium nitrate. For our instrument its value lies between
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1.49 and 1.56 with a mean and standard deviation value of 1.52 4 0.03 and is derived from calibration measurements
during the campaign. For organic nitrates the literature presents a range of ratios of NO* to NOJ that are higher than
the ratio for inorganic nitrates and lie between 5 and 12.5 (e.g., Farmer et al., 2010; Fry et al., 2009, 2011; Rollins et al.,
2009; Bruns et al., 2010; Boyd et al., 2015).

Second, a range of possible mass concentrations of particulate organic nitrate (PRONO3) can be determined by using
C-ToF-AMS data. This range is defined with an upper and lower limit. We calculate the amount of inorganic nitrate from
neutralization with ammonium and subtract this value from the measured nitrate. For the upper limit we assume full neu-
tralization of sulfate by ammonium and allow only the remaining excess ammonium to be available for neutralization of
nitrate (see Eq. 6). Resulting negative values in the first step (neutralisation of sulfate) mean that not enough ammonium
for full neutralisation of sulfate was available and were set to zero. In this case, nitrate could exist as organic nitrate such
that the upper limit for organic nitrate equals total measured nitrate. For the lower limit we assumed that nitrate was
neutralized by the available amount of ammonium (see Eq.7). Resulting negative values were taken as due to statistical
variation. The remaining nitrate is the lowest possible amount of organic nitrate, assuming that particulate nitric acid is

not present.

u 36 62
Upper Limit: pRONO5® = Cnos — |:<CNH4 ~ 56 ¥ Cso4) X 2 8} (6)
- low 62
Lower Limit: pPRONO3™" = Cno3 — |Cnna X s %

In Eq. 6 and Eq. 7 pRONOS", pPRONOXY, Cno3, Cmas and Cso4 designate mass concentrations.

The third possibility to estimate the mass concentration of the nitrate content of organic nitrates comes from recent
studies (Farmer et al., 2010; Kiendler-Scharr et al., 2016) (see Eq. 8). Besides the measured ratio of the mass con-
centrations for NOT to NO; (Rambient), the ratio of NO7t to NO; derived from calibrations with ammonium ni-
trate (Rca), and a fixed value for the ratio from organic nitrates (Rrono,) are used. In our analyses a value of 10
for Rrono, Was taken as described in Kiendler-Scharr et al. (2016). For a detection limit, Bruns et al. (2010) took

0.1 ug m~3 for a conservative data evaluation of pRONQZ@"™mer,

(1 + RRONO‘Z) X (Rambient - Rcal)
(]- + Rambienl) X (RRON02 - Rcal)

pRONOS “"™¢" = NO3 x ®)

The fourth estimation method is described by Fry et al. (2013) and links the ratios determined for inorganic and organic

nitrate. The ratios of NO* to NOJ calculated for inorganic and organic nitrate are instrument specific, but a proportional
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co-variation is observed. Thus, a ‘ratio of the ratios’, ¥, is proposed and a value for y of 2.25 % 0.35 is reported.

_ Rgrono,

Rcal (9)

With this x and our calibration value Ry, a value for Rrono, is calculated using Eq. 9. The next step puts the derived

ratio for organic nitrates into Eq. 8 to determine pRONOgry.

It should be emphasized again, that only the mass concentration of the nitrate content of organic nitrate is determined by all of

the described methods.

4 Results and discussion

Aerosol data obtained during 13 flights of the ACRIDICON-CHUVA campaign were evaluated. Data collected during take-off
and landing were removed, and cloud passages were not considered. In the following section, vertical profiles of median and
interquartile ranges of different parameters are shown. They are calculated for 500 m altitude bins. Data below 100 m were
not considered to eliminate the influence of the airport at take-off and landing. Data above 14 km were not used in the binned
ke AeeakaeAtafe A e S = A+ Aaaas %A Avs SUmae Aas aie Casssamae

vertical profiles due to the low amount of available data points.”

A NANAAA LA U AAAN SeSEn VL SARS AN T SASAL MRAAL LA e T AEAAMU AN Sesatae [ ARANe NSRS ARAAAN MeU M AAUL AN T AN aAA) MRS A U UUA Semiae \4ASC AUy wUaisess e

A aamev e a1 ge maavavavasy vasau s

4.1 Meteorological conditions - boundary layer
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The boundary layer (BL) height was determined with the help of the ambient temperature (7, ), the virtual potential tempera-
ture (©y), relative humidity with respect to water RH,,, and aerosol number concentration for particle diameters larger than 20
nm (Ngszonm) (Fig. 2). During the whole campaign the vertical profiles of T,,,, and ©, showed almost no deviation, indicating
stable conditions for the measurement period. The daily evolution of the BL height was noticeable during the flights, which
lasted typically seven hours. The maximum heights of the BL varied between 1.2 km and 2.3 km, depending on the flight time.
The highest BL heights were measured later in the afternoon. Over the whole measurement period, a mean height of the BL
was found to be at 1.7 = 0.2 km (Fig. 2, horizontal dashed line; see also Fig. S3). For the binned vertical profile shown in Fig. 2
the BL height is not so obvious due to smoothing effects while averaging over all flights. The observed BL height is consistent
with previous studies in the Amazonian dry season (Andreae et al., 2018). Above the BL is the convective cloud layer, which
reached altitudes of about 4-5 km during the campaign (Andreae et al., 2018). The thermal tropopause was at an altitude of 16.9
4 0.6 km (mean and standard deviation) (Andreae et al., 2018). Therefore, all flights of the ACRIDICON-CHU VA campaign

were performed in the troposphere.
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Figure 2. Vertical profiles of (a) ambient temperature (7ymb), (b) virtual potential temperature (©y), (¢) relative humidity with respect to water
(RHy,), and (d) aerosol number concentration for particle diameters larger than 20 nm (/Ngs20nm) for all flights during the ACRIDICON-
CHUVA campaign. Here medians (connected dots) with interquartile ranges (shaded area) are shown for each plot. The horizontal dashed

line shows the mean height of the top of the boundary layer.

Figure 2 shows the vertical profiles of median relative humidity with respect to water (RH,,) and median aerosol number con-
centration for particle diameters larger than 20 nm (Ngs20nm ). RHy decreases above the BL showing a minimum with constant
median values between 5 and 9 km. At higher altitudes, RH,, increases again with altitude. The median values of aerosol num-
ber concentration are constant in the BL, decrease at middle altitudes with a minimum at 4 km and rise strongly at altitudes
above 7 km. This increase was interpreted as evidence for new particle formation at altitudes above 7 km by Andreae et al.
(2018).

4.2 Aerosol mass concentration

In Fig. 3, the vertical profiles of median mass concentrations of organics, nitrate, sulfate, ammonium, and black carbon given in
pgm~—3 (STP) are shown, with STP calculated for 7' = 300 K and p = 995 hPa from calibration measurements at the ground.
At all altitudes, the main fraction of the submicron particulate mass consists of organic matter. The highest aerosol mass
concentration, in terms of total aerosol mass as well as median values for all species, are observed at lower altitudes between

0.1 and 4.5 km. This includes the BL, see Sect. 4.1. An exception from that is nitrate, showing maximum median values at
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Figure 3. Vertical profiles of (a) organics (green), (b) nitrate (blue), (c) sulfate (red), (d) ammonium (yellow), (e) black carbon (grey), and
(f) total aerosol (black) median mass concentration and interquartile ranges (in 500 m bins) for 13 flights of the ACRIDICON-CHUVA

campaign. Horizontal dashed lines indicate the division into lower, middle and upper troposphere.

altitudes above 10 km. At middle altitudes (between 5 and 8 km) the mass concentrations of all shown species decrease rapidly.
A different behaviour of the species is observed at high altitudes between 8 and 14 km. The mass concentrations increase again
with increasing altitude for organics and nitrate. For this altitude range, nitrate shows the highest median values. Although
the median values decrease between 13 and 14 km, the 75 percentile range still indicates that high mass concentrations were
encountered. In Sect. 4.5 the increase in nitrate mass concentration is discussed with respect to the potential existence of
organic nitrates. In contrast to this, the mass concentrations of sulfate and black carbon are highest at lower altitudes, decline
above 4.5 km and stay constant at middle and high altitudes. Just between 13 and 14 km, sulfate median values show a slight
increase again. At lower altitudes, the mass concentrations of ammonium are highest, above 4.5 km decreasing and staying
constantly low for the rest of the altitude range.

The vertical distribution of aerosol mass concentration allows the classification into three different regions. These are the lower
troposphere (LT) ranging from 0.1 to 4.5 km, the middle troposphere (MT) covering altitudes between 4.5 and 8 km and the
upper troposphere (UT), which includes altitudes between 8 and 14 km (see Fig. 3).

4.3 Oxidation state of the organic aerosol

As described in Sect. 3.2, we calculated the correlation between f43 and f44. Figure 4, Panel (a) presents the data from all
flights for the two different altitude regimes LT (0.1 to 4 km) and UT (8 to 14.4 km) averaged over two minutes. The dashed
lines represent the region where previous boundary layer aerosol data lie (Ng et al., 2010). The arrow illustrates the direction

(upper left corner) in which data points are ‘moving’ when photochemical aging occurs. The two different colours indicate the
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altitude dependency. The dark green markers represent data sampled in the LT, whereas the light green markers show data from
the UT. Although there is an overlapping region of both, there is a difference between LT and UT. Most of the data sampled
in the LT are located towards the upper left corner of the triangle, meaning that they are more oxidized. In comparison to this,
data from the UT show different properties. Lower f,4 and at the same time increased f,3 values show a lower oxidation level
of the organic aerosol. Also presented in Fig. 4, Panel (a) are the median values with the interquartile ranges for LT and UT,
respectively. The median value for the UT has a higher f43 and a lower f,4 than that for the LT. That means organic aerosol
measured in the UT is significantly less photooxidized than in the LT. Thus, the organic aerosol particles in LT and UT are dif-
ferent from each other. Some of the LT organic aerosol may be transported to higher altitudes, but most of the organic aerosol
measured in the UT must have a different source that is not located in the BL or in the LT. The possibility that substantial
amounts of aerosol are transported from the BL into the UT has been ruled out by the study of Andreae et al. (2018), based on
the absence of detectable amounts of black carbon in the UT (also see Fig. 3) and other differences in the properties of aerosol
in the LT and UT.

Previous field measurements that have been performed in the Amazon allow a comparison of the presented data set with mea-
surements taken at the ground at two different stations (T3 and TOt). Station T3 is an open field ca. 70 km west of Manaus and
has frequent pollution influence from this city, whereas TOt is in a near-pristine rain forest ca. 60 km northwest of Manaus.
Thus, they provide anthropogenically influenced or natural measurement conditions, respectively. For further information on
the research stations see Martin et al. (2010) and Martin et al. (2016).

The data were collected during the AMAZE-08 and the GoAmazon2014/5 campaigns during the wet season (AMAZE-08:
Feb/Mar 2008; GoAmazon2014/5: Feb/Mar 2014) and represent ground measurements (Chen et al., 2009; de Sé et al., 2018).
Figure 4, Panel (b) illustrates the median and interquartile ranges for the different data sets. Median values from the GoAma-
zon2014/5 campaign are similar to the median values derived from the ACRIDICON-CHUVA campaign sampled in the LT,
showing that the organic aerosol is oxidized. In comparison, the AMAZE-08 campaign data differ, showing that the organic
aerosol during AMAZE-08 was less oxidized. Our data for the UT differ from both these data sets, indicating again a different
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Figure 5 shows the vertical profiles of median and interquartile ranges for Ry4/43, fs2, calculated IEPOX-SOA mass con-
centration, and relative contribution of IEPOX-SOA to the organic mass concentration, Riepox-soa/ore, respectively. Panel (a)
illustrates the changes of Ryy /43 with altitude. In the BL Ryy /43 is constant, demonstrating that this layer is well mixed. With
increasing altitudes this ratio decreases significantly to much lower values than in the LT. The lowest median values are ob-
served in the UT.

This raises the question about the source of the observed organics in the UT. There are three different possibilities. First, hor-
izontal long range transport and a subsequent mixing of these air masses with convectively lofted air could occur. Second,
particles from the near or distant boundary layer might be transported aloft. A third possibility would be in-situ secondary

organic aerosol formation (SOA) in the UT.
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Figure 4. Scatter (triangle) plot of fi4 against fs3 for (a) the lower troposphere (dark green, LT) and upper troposphere (light green, UT)
for two minutes averaged data and (b) a comparison between different field campaigns performed in the Amazon region. Dashed lines
indicate triangular area according to the criteria introduced by Ng et al. (2010). Cubic coloured markers and boxes show median values and

interquartile ranges for LT and UT, respectively.

A horizontal long range transport of air masses can be excluded due to the less photochemically aged organics in the UT. The
organic aerosol particles in the UT show a lower Ryy4/43 ratio meaning that they did not experience much photooxidation, as it
would be expected from aerosol influenced by long range transport.

The second possibility, representing the fast convective vertical transport of boundary layer particles, can also be ruled out.
The aerosol number concentrations differ considerably (see Fig. 2, Panel d) between the LT and UT with strongly increased
values in the UT. Furthermore, the sulfate and black carbon aerosol mass concentrations show the highest values in the LT
and decrease at higher altitudes (see Fig. 3, Panel ¢ and d). In case of a fast convective vertical transport of boundary layer
particles, the sulfate and black carbon aerosol mass concentrations would show similar values in the LT and UT. The decrease
at altitudes above 4.5 km indicates that the aerosol particles have been efficiently removed (e.g. scavenging) during vertical

transport (Andreae et al., 2018).
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Figure 5. Vertical profiles with medians and interquartile ranges of (a) R44/43, (b) fs2, (¢) C(IEPOX-SOA), and (d) Riepox-soasorg. Hori-
zontal dashed lines indicate divisions into LT with BL, MT and UT. Vertical dashed line in Panel (b) presents the derived value for areas with

strong IEPOX-SOA influence (see Sect. 3.3) reported by Hu et al. (2015).

This leads to the conclusion that the third possibility, in-situ SOA formation with subsequent growth of the aerosol particles to

large enough sizes that they can be detected by the C-ToF-AMS, is the dominant process in the UT.

LY SAAVMamas Lasimu vaasiy vasn ) Maas Uw e Lm LS ae U aAs S~ A UA & AATARSy AU VAAS e Aiimaasiait AU MM UL ass vaas o~ ae
AAAAAAAAAAAAAAAAAAAAA M VA VARAL VARAL AL VAN AN AAAAUAAAIMLAVAL VA WA UUUA LA VAN AN 1T AVAA MAMMARANLSAL ML ITMMAL S U MAASe UUU Aisaiie & Apmvess
DRIV V) L vass 1 ma AN AAA A UARAN VA VAR AAAS SeAMEAL VEAASe VAN AAAVNES LA VAN U ARAAAN e AN SEALSAAS MPVAN AAL AAAMMAUARA NN T AvAA vax Aars ans s oA \a weaava
N __ _ _ P _____ _

J /e AN SRRV MAANe S AU S e AAwA s VAAMY VAAS AV T ML MARLUAA VA VAN WU AAUANSNA M Ne LASIN AMMAAESS VA VAAS SO A AL AN £ A AU AL S U Sikaie & Aw S A sesiigya )y vaas

MpAYY) TR AAAT AT SAMALATITALL MY W ALALLAY RS ) VAL AT T A AAALAAV 4 AAU Y VALY MAUPAM ) TS DACY AU AU M LA LD SAAVRSSAMALL WA Y MmaA v T LSS v ARy waas
e e T e e e e T e e e T e e e e e e e o e e
e ey e T e e e s e e e e e e e et e e e
e e T et ot e e e o 2o o e i Teen e o ey 2 eeenian < amrer e e
e e e e e e e e e e e e e T e e o e e e T ) L T
e e e e e e e e e e e T e e e e LT e e

In the following we present evidence that the formation of IEPOX-SOA in the UT can partly explain this observation.
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4.4 Observations of isoprene epoxydiol-derived secondary organic aerosol (IEPOX-SOA)

Figure 5 presents the vertical profile of the IEPOX-SOA tracer fso (Panel (b)). In the LT, fso shows constant median values
around 5 %o, slightly increasing in the interquartile ranges in the upper part of the LT. These values are similar to values for
areas with strong IEPOX-SOA influence (see Sect. 3.3 and vertical dashed line in Fig. 5, Panel (b)). In the UT, the values of
fso are again quite constant over the altitude range, but with increased median values around 8 %o. The values in the UT are
even higher than the ones in the LT, which already show a strong influence of IEPOX-SOA. This indicates that IEPOX-SOA

can have an important impact also in the UT.
Although the characteristics of the MT are not the focus here due to the overall low organic mass concentrations, it should be
mentioned that the highest median values of fgo were observed in the MT between 4.5 and 8 km. The interquartile ranges are

extended here, but the median values reach up to 12 %eo.
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Figure 7. Scatter plot of fs2 against Ry4/43 for the lower troposphere (dark green, LT) and upper troposphere (light green, UT). Data are

averaged over two minutes. Red markers and boxes show median values and interquartile ranges for LT and UT, respectively.

Figure 5, Panel (c) depicts the vertical profile of the median IEPOX-SOA mass concentrations, which are calculated using Eq.
2. The lowest values can be found in the LT and MT. However, in the UT, especially at altitudes above 10 km, a strong increase
of IEPOX-SOA is observed. Here IEPOX-SOA contributes up to 20 % of the organic mass concentration in the UT (see Fig. 5,
Panel (d)). The highest contribution of IEPOX-SOA to the organic aerosol mass is observed in the MT, whereas in the LT up
to 10 % can be attributed to IEPOX-SOA. This suggests that in the MT as well as in the UT IEPOX-SOA formation can occur.
The correlation of fgo with Ryy /43 is presented in Fig. 7 using data averaged over two minutes. Again, the two different green
colours refer to the LT (dark green) and the UT (light green). In the LT, high Ryy /43 but low fs2 values are observed. The fs2
values are similar to reported ones that describe a strong IEPOX-SOA influence (see Sect. 3.3). Interestingly, the values with
low Ry4 /43, indicating less photooxidized organic aerosol, are correlated with even higher fgo.

This suggests that IEPOX-SOA is contributing to in-situ SOA formation in the UT. In general, SOA formation can occur either
through new particle formation (NPF) with subsequent growth or by condensation or reactive uptake on pre-existing particles
without NPF. However, at the time that NPF occurs, the aerosol particles would be too small to be measurable with the C-ToF-
AMS, implying that growth of these newly formed particles is necessary.

The observed enhanced NO mixing ratios in the UT would likely change the reaction pathway of isoprene to a non-IEPOX
route and subsequently no IEPOX-SOA formation would occur. Based on the observed IEPOX-SOA in the UT, the oxidation
of isoprene to IEPOX must occur before reaching these high altitudes.

In previous laboratory studies it was found that acidic aerosol is needed for reactive uptake or condensation of gaseous IEPOX
onto particles. In the laboratory, the acidic conditions are often realised by using sulfate seed particles (e.g., Surratt et al., 2010;

Darer et al., 2011; Lin et al., 2012, 2013). Also in field studies a correlation between IEPOX-SOA and sulfate aerosol was
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Figure 8. Scatter plot of C'(IEPOX-SOA) against nitrate (Panel (a)) and sulfate (Panel (b)) mass concentrations for the lower troposphere
(dark green, LT) and upper troposphere (light green, UT). Data are averaged over two minutes and presented together with the values for
Pearson’s r? for the correlation between C' (IEPOX-SOA) and nitrate (Panel (a)) and sulfate (Panel (b)) mass concentration for LT and UT,

respectively. In Panel (a) linear regression for the correlation between C(IEPOX-SOA) and nitrate mass concentration in the UT is presented.

proposed (e.g., Lin et al., 2013; Allan et al., 2014; Hu et al., 2015; Xu et al., 2015; Marais et al., 2016; de S4 et al., 2017).

Figure 8 shows the scatter plot of IEPOX-SOA against nitrate (Panel (a)) and sulfate (Panel (b)) mass concentrations for LT and

UT, respectively. The data are averaged over two minutes. In the LT, no correlation between IEPOX-SOA and nitrate is found.

However, in the UT a stronger correlation between IEPOX-SOA and nitrate can be seen (see Fig. 8, Panel (a)). For sulfate, the

correlation is very low both in the LT and UT (see Fig. 8, Panel (b)). This indicates that sulfate might not be necessary for the
5 formation of IEPOX-SOA, but nitrate could be an important, possibly sufficient component in the UT.

(TN T The partitioning of IEPOX on nitrate aerosol results in organic nitrates. The formation

and the estimated amount of organic nitrates are discussed in Sect. 4.5.
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Figure 9. Vertical profiles of (a) NO mixing ratio, (b) reactive nitrogen NO,, mixing ratio, (¢) NO™ (m/z 30, light blue) and NOJ (m/z 46,
dark blue) mass signal and (d) ratio of NO" (m/z 30) to N OQL (m/z 46). Horizontal dashed lines indicate divisions into LT with BL, MT and

UT. The vertical dashed line in Panel (d) presents the ratio of NO™ to NO;r derived during calibration measurements.

4.5 Particulate organic nitrate

The vertical profiles of NO and NO, mixing ratios are shown in Fig. 9, Panel (a) and (b). The mixing ratios of both species
are highest in the LT and decrease towards the MT before reaching increased values in the UT again. In the LT, increased
NO, mixing ratios arise from anthropogenic emissions coming from Manaus (Kuhn et al., 2010) and other pollution sources.
A likely source for NO,, in the UT is the production by lightning (Schumann and Huntrieser, 2007). Due to the relatively low
O3 values in the UT, NO,, exists mainly in form of NO. After conversion to NO, (mainly HNO3), NO,, can act here also as a
source for (organic) nitrate aerosol and explain the increase in nitrate aerosol mass concentration (see Sect. 4.2).

As already mentioned in Sect. 4.4, the detected ammonium in the presented data is mainly sufficient enough to neutralize the
aerosol. There is a tendency that the aerosol is not fully neutralized above 10 km. However, also organics can react with inor-
ganic species forming organic nitrates and sulfates. In the following, the four approaches to estimate the presence of organic
nitrates as described in Sect. 3.4 are discussed.

A first estimation of the particulate nitrate content from organic nitrates is the ratio of NO™ to NO; From calibration mea-
surements with ammonium nitrate during the campaign this ratio is known and was found to be in the range between 1.49 and

1.56 with a mean and standard deviation value of 1.52 4 0.03.
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Vertical profiles of median values of m/z 30 and m/z 46 and of the ratio NO* to NOJ are depicted in Fig. 9, Panel (c) and

(d), respectively. During the whole vertical profile the two lines behave similarly, except for the altitude range between 2 and
6 km, where the distance between them becomes smaller. Compared to the values derived from calibrations with ammonium
nitrate, the measured ratios of NO™ to NO;r during the flights are much higher and the median values range between 2 and 5.
As described in Sect. 3.4, higher NO* to NOJ ratios are linked to organic nitrates and the observed ratio profile can be seen
as a first evidence for the presence of organic nitrates.

The second estimation provides a range with a lower and upper limit of nitrate mass concentration of organic nitrates according
to Eq. 6 and 7 (Sect. 3.4). Figure 11, Panel (a) shows the estimated lower and upper limits as a vertical profile. In the LT and
MT the derived values are below or around zero such that a presence of organic nitrates is unlikely. However, with increasing
altitude, the lower and upper limits are also increasing. Especially at altitudes higher than 10 km, both parameters are above
zero and the presence of organic nitrates becomes likely. The weakness of this method lies in its dependence on ammonium

measurements (see Eq. 6 and 7). Interferences of water in the fragmentation table can lead to a biased estimation of ammonium
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Figure 11. Vertical profiles of (a) calculated lower and upper limits of organic nitrate mass concentration (approach Sect. 3.4, this study), (b)
measured nitrate mass concentration and organic nitrate mass concentration calculated according to Farmer et al. (2010), and (¢) measured
nitrate mass concentration and organic nitrate mass concentration calculated according to Fry et al. (2013). Horizontal dashed lines gives
divisions into LT with BL, MT and UT. The vertical dashed line in Panel (b) shows the conservative detection limit of 0.1 pg m~? after

Bruns et al. (2010).

concentrations (Allan et al., 2004). Biased ammonium concentrations can be one reason for the derived negative values for
upper and lower limits of pRONOs.

The third approach uses Eq. 8 to estimate the amount of nitrate mass concentration of organic nitrates. As described in Kiendler-
Scharr et al. (2016), a fixed value of 10 for Rrono, is used here (see Sect. 3.4). In Fig. 11, Panel (b) the calculated particulate

nitrate mass concentration of organic nitrates (PRONOE¥™<T) is presented. The measured nitrate mass concentration is also

shown. The detection limit is set to 0.1 ug m 2, which was reported by Bruns et al. (2010) as a conservative approach. “.
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—_Values for pPRONOE*™" in the LT and MT are below the detection limit. Interestingly, at altitudes above 10 km the
derived values are partly above the detection limit. This points again to the presence of organic nitrates, especially in the UT at
altitudes above 10 km, but the presence of organic nitrates at altitudes below 10 km cannot be excluded.

The fourth approach is based on Eq. 9 and addresses an estimation of the ratio of organic nitrates from the ratio for inorganic
nitrates determined from the usual calibration measurements (see Sect. 3.4). Using our value of R, = 1.53 £ 0.03 results in
Rrono, = 3.44 £0.05 (mean and standard deviation). This value is lower than the ratios reported above from standards and
also lower than the ratio that is used for the estimation of Kiendler-Scharr et al. (2016). The vertical profile of pRON Ogry is

. . . . . . . reavas s e s s v pa s AN TS
shown in Fig. 11, Panel (c), again with the measured nitrate mass concentration in the back. o o

~ A i< ~Fry

vi.At altitudes above 10 km the highest values are reached, suggesting the likely
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Figure 12. Scatter plots of measured nitrate mass concentration against organic nitrate mass concentration calculated according to (a)
Kiendler-Scharr et al. (2016) and (b) Fry et al. (2013) for the lower troposphere (dark blue, LT) and upper troposphere (light blue, UT),
respectively. Data are averaged over two minutes. The horizontal dashed line shows the conservative detection limit of 0.1 ug m ™~ according
to Bruns et al. (2010). The 1:1 line indicates that all particulate nitrate is present as organic nitrate. Also shown are the two fit functions (red)

for UT and LT in both plots, respectively.

presence of organic nitrates!
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In Fig. 12, a comparison between the measured nitrate mass concentration and the calculated pPRONO- after Farmer et al.

(2010) (Panel (a)) and Fry et al. (2013) (Panel (b)) is presented. The data are divided into LT (dark blue) and UT (light blue)

R S A A

and . . o \_.. The 1:1 line implies, that all nitrate is present as organic nitrate with a relative fraction of
100 %. The slope of the linear regression that lies below the 1:1 line describes the relative content of nitrate that is present as
organic nitrate less than 100 %.

Based on the estimation after Farmer et al. (2010) around | (7 of the measured nitrate data in the UT and | _( in the LT

could be explained with organic nitrates (see Fig. 12, Panel (a)). For the comparison with Fry et al. (2013),7 % * :

" (see Fig.

12, Panel (b)).0~ =~ = L D " Asaqualitative result both

comparisons show that in the UT a higher organic nitrate fraction is observed than in the LT.

The quantification of the nitrate content of organic nitrates remains difficult, but a qualitative statement can be made. Methods
one, three and four agree with each other that at all altitudes organic nitrates are likely present. In the LT and MT, the calculated
values lie below the detection limit introduced by Bruns et al. (2010). However, in the UT above 10 km the presence of organic
nitrates is supported by the results of all four methods.

Organic sulfates can also be formed in the absence of sufficient ammonium. Farmer et al. (2010) reported that organic sulfates

cannot be quantified using C-ToF-AMS data due to a missing tracer ion. Organic sulfates would lead to similar fragmentation
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patterns as inorganic sulfates (Farmer et al., 2010).
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The study by Darer et al. (2011) about formation and stability of organic nitrates and sulfates reports that nitrate and sulfates
have similar kinetic properties regarding the reaction with tertiary epoxides. According to their study, organic nitrates have
shorter lifetimes than organic sulfates and are stable only for short time periods (a few days) before they undergo substitution
reactions of nitrate by sulfate or water. Unfortunately, no statement of the temperature dependency of the reactions is given
(Darer et al., 2011). The temperatures measured in the UT are low (210-240 K) and could slow down chemical reaction pro-
cesses and possibly shift the reactions in favour of organic nitrates for a longer time period. In field experiments it was shown
that low temperatures shift the chemistry to the formation of organic nitrates (Lee et al., 2014). The condensation of organic
nitrates may be important for the growth of newly formed particles in the atmosphere (Berkemeier et al., 2016). Also the phase
state of the particles may be important for condensational growth. Over the Amazon basin, SOA particles are predicted to be

solid at altitudes above 5 km (Shiraiwa et al., 2017).

5 Summary and Conclusion

We presented results from airborne aerosol measurements with a C-ToF-AMS conducted during the ACRIDICON-CHUVA
campaign in September and October 2014 in the tropical lower, middle and upper troposphere over the Amazon region. Vertical
profiles of the aerosol mass concentrations for organics, nitrate, sulfate, ammonium and black carbon show an overall decrease
of the mass concentrations above the lower troposphere. For organics and nitrate the mass concentrations increase again with
increasing altitude in the upper troposphere. The characteristics of the organic aerosol were analysed. The photooxidation state
of the organics shows a well-mixed lower troposphere with mainly oxidized organics, whereas in the upper troposphere less
oxidized organics were observed. Fast vertical transport from the boundary layer or horizontal long-range transport can be ex-
cluded as an explanation for this feature. Thus, SOA formation in the upper troposphere is proposed as the most likely process
explaining the less oxidized organics. Furthermore, IEPOX-SOA was identified at all altitudes indicating a strong influence on
the organic aerosol composition. Previous measurements that reported the enhanced IEPOX-SOA influence in the boundary
layer were confirmed (e.g., Allan et al., 2014; Hu et al., 2015; de Sé et al., 2017). In the upper troposphere, the [IEPOX-SOA
mass concentration increases and is associated with less oxidized organics. This suggests that after emission of isoprene by
vegetation, oxidation of isoprene by HO, proceeds at low altitudes and/or during vertical transport to higher altitudes. The
oxidation product, IEPOX, must have been formed before reaching the upper troposphere, where different conditions for the
oxidation pathway of isoprene are observed (increased NO and NO, mixing ratios). In the upper troposphere IEPOX can then
partition on pre-existing aerosol particles and thus IEPOX-SOA is formed.

Furthermore, the increase of IEPOX-SOA in the upper troposphere is most likely associated with organic nitrate formation. An
increase of nitrate mass concentration was observed in the upper troposphere. Four different methods to estimate the presence

and the nitrate mass of organic nitrates were applied and the results support the fact that organic nitrates are present at altitudes
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above 10 km.

These findings suggest that the formation of IEPOX-SOA and organic nitrates are combined with each other. Two processes
could explain the partitioning of IEPOX to the aerosol-phase. The first possibility is that nitrate provides the required acidic
conditions and IEPOX is uptaken into the pre-existing aerosol containing organic nitrates. The second possibility is that IEPOX
partitions on already neutralized organic nitrates. In this case, the pre-existing aerosol would not need to be acidic.

The formation of IEPOX-SOA in the upper troposphere is an important source for organic aerosol particles at these high al-
titudes, contributing about 20 % to the total organic aerosol. Further vertical transport of the aerosol particles may lead to
entrainment of upper tropospheric aerosol into the tropical tropopause layer (TTL), the "gate to the stratosphere" (Fueglistaler
et al., 2009). By this process, organic aerosol particles of tropospheric origin could enter the stratosphere. Also the downward
transport of these particles could lead to a regular influence on the aerosol composition at lower altitudes and especially in the
boundary layer (Wang et al., 2016; Andreae et al., 2018). This would have effects on cloud condensation nuclei production and
thus on cloud properties, and also on the radiative budget.

Emissions from the rainforest influence the tropical atmosphere in several ways and up to high altitudes. The processes de-
scribed in this study may provide further understanding of the mechanisms that occurred in the pre-industrial tropical atmo-

sphere.

6 Data availability

The measured mass concentration data collected with the C-ToF-AMS are available on the HALO data base (HALO-DB). The
link is https://halo-db.pa.op.dir.de/.
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Flight No. Date in 2014  Duration  Altitude [km] Meteorological Flight strategy and comments
characteristics
ACO7 06.09. 7 h 35 min 13.9 Convection Cloud profiling; no zero filter measurements
ACO08 09.09. 5 h 30 min 13.8 Convection Cloud profiling
AC09 11.09. 6 h 10 min 12.6 Convection Cloud profiling; no zero filter measurements
AC10 12.09. 7 h 25 min 14.4 Convection, cirrus  Cirrus sampling; CVI measurements only
AC11 16.09. 7 h 25 min 12.9 Convection In- & outflow measurements, cloud profiling
ACI12 18.09. 6 h 15 min 13.8 Convection Polluted cloud profiling
AC13 19.09. 6 h 30 min 12.9 Convection Polluted cloud profiling
AC14 21.09. 7 h 15 min 15.2 Convection No filter measurements
AC15 23.09. 7 h 20 min 13.8 Convection Outflow sampling, cloud profiling
AC16 25.09. 6 h 50 min 13.2 Convection In- & outflow measurements
AC17 27.09. 6 h 40 min 8.1 Convection Cloud contrast measurements:
clouds above forested and deforested areas
ACI18 28.09. 6 h 50 min 14.4 Convection Clean cloud profiling
ACI19 30.09. 7 h 15 min 13.8 Convection, pyro-  Marine and biomass burning influence
cumulus
AC20 01.10. 7 h 05 min 14.4 Convection Cloud profiling
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Figure S1. Vertical profile of averaged mass concentrations and median of altitude binned averaged detection limits for (a) organics, (b)
nitrate, (c) sulfate, (d) ammonium and (e) chloride for all flights during the ACRIDICON-CHUVA campaign. Mass concentration axes are
logarithmic, except for chloride. Chloride is not considered in the analysis, because measured data are below the detection limit. Detection

limits were derived by averaging time-dependent detection limit values per altitude bin for each flight. The median of the altitude binned
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Figure S3. Vertical profile of (a) ambient temperature (Tymp), (b) virtual potential temperature (©y), (c) relative humidity with respect to
water (RHy,), and (d) aerosol number concentration for particle diameters larger than 20 nm (Ng>20nm) for flight ACO8 performed on 09
September 2014. The boundary layer height was determined by evaluating these parameters. The daily evolution is visible in the data with
BL height of ~ 1 km before noon (local time) and increasing BL height up to &~ 2 km in the afternoon (local time). Time is given in UTC

hours. The discrepancy to local time is - 4 hours.
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