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Variable levels of methane in the martian atmosphere have eluded explanation partly because
the measurements are not repeatable in time or location. We report in situ measurements at
Gale crater made over a 5-year period by the Tunable Laser Spectrometer on the Curiosity
rover. The background levels of methane have a mean value 0.41 £ 0.16 parts per billion by
volume (ppbv) (95% confidence interval) and exhibit a strong, repeatable seasonal variation
(0.24 to 0.65 ppbv). This variation is greater than that predicted from either ultraviolet
degradation of impact-delivered organics on the surface or from the annual surface pressure
cycle. The large seasonal variation in the background and occurrences of higher temporary
spikes (~7 ppbv) are consistent with small localized sources of methane released from

martian surface or subsurface reservoirs.

ethane is produced in Earth’s atmosphere

predominantly through biological pro-

cesses (1, 2). Its existence in an oxidizing

atmosphere such as Mars’ is recognized

as a potential biosignature whose puta-
tive sources could include methanogenic bacteria
(1, 3, 4). Alternative nonbiological methane pro-
duction mechanisms include geological processes
such as serpentinization of olivine or pyroxene
(5), ultraviolet (UV) degradation of indigenous
or meteoritically delivered organics (6, 7), for-
mation by the impact of comets (8), release from
subsurface clathrates (9) or gas absorbed in the
regolith (10, 11), erosion of basalt with methane
inclusions (72), or geothermal processes (13). As a
strong greenhouse gas, methane bursts on early
Mars may have been responsible for intermittent

lake-forming climates—a process which could be
ongoing today (14).

There have been numerous reports of meth-
ane in Mars’ atmosphere by Earth-based remote
sensing and from Mars orbit since 2004. None
of those observations show a repeatable sea-
sonal, temporal, or spatial trend. From Earth
telescopes, a global average value of 10 + 3 parts
per billion by volume (ppbv) was observed in
1999 (8), whereas observations in 2003 showed
plumes of methane from discrete sources with
a summertime maximum of ~45 ppbv near the
equator (4), but only an upper limit of 7.8 ppbv
3 years later in January 2006 (15). Further data
taken in February 2006 yielded a detection of
10 ppbv at 45°S to 7°N over the Valles Marineris
region, but an upper limit of 3 ppbv outside that

region, and no detection (<8 ppbv) in December
2009 (16). From Mars orbit, the Planetary Fourier
Spectrometer (PFS) on the Mars Express space-
craft measured a global average abundance of
15 + 5 ppbv from 2004 to 2010 (17, 18). The
Thermal Emission Spectrometer on the Mars
Global Surveyor spacecraft measured abundances
ranging from 5 to 60 ppbv (19), although the
claims of local variations were later withdrawn
(20). Published maps of PFS data (I18) at Curi-
osity’s landing site in Gale crater (4.5°S, 137°E)
show an increase over 1 year from ~15 ppbv in
Autumn to ~30 ppbv in winter. In situ measure-
ments of Mars methane began soon after the
August 2012 landing of the Mars Science Labo-
ratory (MSL) Curiosity rover at Gale crater. The
Tunable Laser Spectrometer (TLS) of the Sam-
ple Analysis at Mars (SAM) instrument suite ini-
tially reported (21) a low methane abundance at
Gale crater with an upper limit of 1.3 ppbv [95%
confidence interval (CI)]. Subsequent observa-
tions over a 20-month period showed (22) a
background level of 0.69 + 0.25 ppbv and re-
vealed unexpected occasional spikes to 7.2 +
2.1 ppbv (95% CI).

Existing models including atmospheric trans-
port and circulation (23-26) are unable to repro-
duce the reported high concentrations of methane
and its spatial and temporal variability, even
when including possible clathrate release (9),
surface/regolith adsorption/desorption (10), sea-
sonally variable production from UV breakdown
of surface organics (6, 7), or proposed mecha-
nisms of rapid loss (27, 28). Analysis of all methane
measurements up to 2016 (29) provides little
evidence for any correlation between meteor
streams and methane plumes as previously sug-
gested (30).

The TLS-SAM instrument (31) is a two-channel
tunable laser spectrometer that uses both direct
and second harmonic detection of absorbed in-
frared (IR) laser light. One channel uses a near-
IR tunable diode laser at 2.78 um to measure
carbon, oxygen, and hydrogen isotopic ratios
in both the Mars atmosphere and from gases
evolved from rock pyrolysis (32, 33). The high
spectral resolution provides high sensitivity to
methane by resolving its distinct fingerprint
spectral pattern of three adjacent R(3) >CH,,
lines in the 3.3-um band (32). An interband cas-
cade semiconductor laser source reflects 81 times
between two spherical mirrors in a 20-cm-long
sample cell of the Herriott design. The sample
cell is fitted with high-vacuum microvalves to
control evacuation by a SAM turbomolecular
pump for empty cell scans or is filled to Mars
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Fig. 1. The TLS-SAM methane mea- A B
surements versus martian solar longi- 12 ] N.spring | S| /i | . 10
tude. All plotted values are listed in table
S2, have error bars of + 1 SEM, and are E 124 B MY31 direct ingest 7 E 0.84
o B MY32 direct ingest (=%
corrected to global mean annual values. 210+ O MY33 direct ingest i &
MY, Mars year. (A) All measurements up 8 8] } E mgg g:ﬁzLingest 1 8 05
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direct ingests (squares) and enrichment E 6+ ©_MY34 enrich T E
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(B) Background measurements from e 5] ] g
enrichment ingests show strong seasonal g %. é g 024
variation. The atmospheric pressure § 0'%Q % ”””””” } ””””” @9 T2 § ’

(inverted scale at right) from REMS is 2

plotted for comparison, the solid line
representing the mean values over the
3 Mars years.

ambient pressure (~7 mbar) for full cell runs.
Because the instrument’s foreoptics chamber
contains residual terrestrial methane gas, an
atmospheric determination is made by subtract-
ing an empty cell measurement from each full
cell run (34). We used two methods of atmo-
spheric ingestion: The first is a direct ingest
method, in which gas is fed into the evacuated
sample cell through an inlet port located on
the side of the Curiosity rover, taking ~20 min
to fill to ~7 mbar and producing uncertainties
of ~2 ppbv for each measurement (34). The
second is an enrichment method that ingests
atmospheric gas through a second inlet port,
which is passed over a CO, scrubber to fill the
sample cell more slowly (~2 hours) to the same
pressure of ~7 mbar. The latter method efficiently
removes incoming CO, and H,0O but not meth-
ane, effectively enriching its abundance by a
factor of 25 + 4 (34). This reduces the overall
uncertainty correspondingly, allowing more pre-
cise determination of low background levels.
Along with other monitoring data, the Herriott
cell pressure is recorded every 3 s during the
entire ingestion process and data collection.

All our measurements to 27 May 2017 (values
listed in table S2), over a period of 55 (Earth)
months spanning 3 martian years, are shown in
Fig. 1A. We consider values above 3 ppbv to be
high spikes of methane; these were occasionally
observed in the direct ingest mode. For the high
methane spike seen in direct ingest on the four
sols (martian days since rover landing) 467, 475,
505, and 525, our improved analysis (34) pro-
duces a mean value of 7.6 + 1.6 ppbv (95% CI),
which is slightly higher than the 7.2 ppbv pre-
viously reported (22). All high-precision mea-
surements in the enrichment mode are below
0.7 ppbv and identify the background levels
and their associated seasonal variation. These
individual background level measurements are
given in Table 1, with a mean value of 0.41 +
0.16 (95% CI) and a variation that ranges from
0.24 to 0.65 ppbv, an increase of nearly a factor
of 3 from its lowest value.

As shown in Fig. 1B, the background methane
levels have a strong seasonal cycle, peaking near
the end of the northern summer/southern winter
(Gale crater at 4.5°S, 137.4°E is near the equator).
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There is no large variation in the mean back-
ground level from year to year over this period.
The direct ingest measurements with values be-
low 3 ppbv produce a mean value of 0.59 + 0.54
(95% CI), which is consistent with the higher
precision enrichment mean value. This rules out
some potential contamination sources because
direct ingest uses a different inlet and plumb-
ing from the enrichment runs. Indeed, for the
many occasions (table S2) when a direct ingest
measurement was run soon after an enrichment
run (~4 hours between sample midpoints), the
two results agree within the uncertainty of the
direct ingest measurement, with only one ex-
ception on sol 1527 [solar longitude (L) = 265.3°].
On this sol, a 20-min direct atmospheric ingest
started 3 hours after the end of a 2-hour atmo-
spheric enrichment ingest. The direct sample
contained 5.98 ppbv CH,, whereas the enriched
sample contained 0.27 ppbv CH,. We attribute
this to the arrival at Curiosity of a high spike
from a location that could have been up to tens
of kilometers away, according to model wind
fields (34). The enrichment value at Lg = 331°
of 0.61 ppbv appears higher than expected for a
single modal seasonal variation shape, so we
cannot rule out that this may be due to the at-
mosphere in recovery from a higher spike some-
time before that measurement.

An earlier report (22) ruled out several mech-
anisms that may have caused false TLS readings—
namely, methane left over from evolved-gas py-
rolysis of rock samples, incomplete pumping
of the Herriott cell, reactive coatings inside the
Herriott cell, wheel degradation or rock-crushing
release during transit, and varying surface ma-
terial under the rover. We argue against the
possibility (35) that the rover itself is a source
of methane because we cannot identify any
source large enough to produce even an in-
stantaneous cloud of ~7 ppbv methane in a
10-m-diameter sphere around the rover, which
would require ~10"® methane molecules (34).
With typical Mars wind speeds of ~3 to 5 m/s
(36) replenishing the air around the rover, a
supply of ~10** methane molecules would be
needed over the 2-month duration of the highest
spike period. Although the TLS-SAM fore-optics
chamber contains some terrestrial methane
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[~10" molecules (34)], this is too small an
amount to be considered as a bulk source for
later ingestion even if somehow contained within
the rover instrumentation. By monitoring the
fore-optics chamber pressure and methane con-
tent over the 5-year period on Mars, we see no
evidence of gross leakage from the foreoptics
chamber.

Correlations of the high methane spikes with
other measurements were investigated in an
earlier publication (22). We compare our back-
ground values with the same parameters measured
by Curiosity’s instruments (34): pressure, surface
temperature, relative humidity, inferred water
vapor abundance, and surface UV from the Rover
Environmental Monitoring Station (REMS) instru-
ment; dust opacity from REMS and the Mastcam
instrument; radiation flux from the Radiation
Assessment Detector (RAD) instrument; and
argon measurements from SAM’s Quadrupole
Mass Spectrometer (QMS).

The rough seasonal trend of a maximum near
the end of northern summer is seen in several
parameters—including the atmospheric pressure,
surface UV, surface temperature, and argon
abundance—but comparing these small seasonal
changes with our methane background mea-
surements produces no significant bivariate linear
correlation (figs. S3 to S38) (34).

As with all Solar System bodies, Mars is ex-
pected to receive material exogenously (from
outside the planet) as infalling dust, micro-
meteorites, and cometary sources containing
organic materials that can partially survive (or
be reexposed during atmospheric entry) on the
surface, later releasing methane from UV pho-
tolytic processes either directly (7) or through
secondary photochemical reaction (37). One such
UV/CH, model (7) predicts that production is
carbon-limited and over very long time periods
can produce 2.2 ppbv methane in the martian
atmosphere. We considered models of meth-
ane arising from exogenous material but found
that they are inconsistent with the observed
background value, its disproportionality with
the UV flux, and the size of its seasonal var-
iation (34).

The Mars atmosphere has a seasonal surface
pressure cycle due to a combination of the
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Table 1. Curiosity TLS-SAM methane enrichment measurements at Gale crater (4.5°S, 137.4°E) over a 38-month period. SEM, standard error of the
mean; EF, enrichment factor; Ls, solar longitude; Cl, confidence interval. The global pressure multiplier is derived from in situ REMS pressure measurements;
it is the number by which the original measured in situ values of methane (given in table S3) were multiplied to correct the results to the global mean annual
mixing ratio given in the right two columns. Earth dates refer to the time when the gas ingest was started. The decimal portion of the sol is used so that

sol 573.08 represents local time 01:57.

Martian sol after landing on 6 August 2012 Earth date L (degrees) Global pressure multiplier CH,4 (ppbv) Error £1 SEM (ppbv)
573.08 17 March 2014 10348 0.970 0.419 0.089
684.06 9 July 2014 158.61 0.877 0.653 0.121
965.99 25 April 2015 33157 1.003 0.609 0.088
1086.06 26 August 2015 32.81 1.050 0.241 0.053
1169.02 19 November 2015 70.57 1.062 0.235 0.076
1322.00 24 April 2016 142.46 0.881 0.502 0.097
1451.06 4 September 2016 216.58 1.007 0.500 0.078
1527.06 21 November 2016 265.78 1.076 0.357 0.104
1579.00 13 January 2017 298.76 1.036 0.246 0.069
1709.00 27 May 2017 10.84 1.020 0.319 0.098

Mean value * 1 SEM (68% Cl) = 0.408 * 0.049 ppbv

Mean value including EF error =1 SEM (68% Cl) = 0.408 + 0.082 ppbv

condensation and sublimation of carbon diox-
ide in the polar caps, an effect arising from the
difference in mean surface altitude of the two
hemispheres, and a dynamical effect resulting
from the balance between mass and wind field
(38). At equatorial locations like Gale crater, the
pressure cycle is dominated by the polar cap
contribution, although departures from regular
seasonal trends can be present locally, some-
times because of dust storms (39). In situ mea-
surements from REMS show pressures that range
from 7.3 to 9.1 mbar (Fig. 1B), with a mean value
of 8.4 mbar. When reporting gas mixing ratios, it
is customary to correct in situ values to produce
global mean annual mixing ratios, as we have
done for the TLS-SAM data (Table 1 and Fig. 1).
The observations of spatial and temporal var-
iations (such as the spikes) indicate that nor-
malization to a global mean value may not be
appropriate, although this correction is at most
only ~15% of the observed amplitude. To ex-
plain the large amplitude of the background
methane observations, we considered whether
large quantities of poorly mixed subliming CO,
could reach the low latitudes of Gale crater dur-
ing the higher pressures and thereby result in
low mixing ratios locally; this scenario is not
borne out by modeling (36) nor by the QMS-
SAM in situ measurements of argon (34), which
can be considered a long-lived tracer of atmo-
spheric transport and mixing.

The Mars Regional Atmospheric Modeling
System (MRAMS) (34) shows that both hori-
zontal mixing and vertical transport play a role
in the transport of air into and out of Gale crater.
For a small (~2° latitude/longitude area) short
(~1 hour) methane release inside Gale crater,
all methane is gone (reduced by an order of
magnitude) within 6 to 8 hours; when released
outside the crater, methane is diluted by several
orders of magnitude in similar time, regardless

Webster et al., Science 360, 1093-1096 (2018)

of the season. Mixing time scales are ~1 sol
regardless of season, which is much faster than
previously thought (34). For steady-state release
in a small to medium area (~2° to 10° latitude/
longitude area) mimicking expectations for re-
lease inside or outside the crater, MRAMS shows
daily variations of an order of magnitude occur-
ring because of nighttime/daytime differences
in flows between crater rim and floor.

With ancient atmospheric pressures of several
hundred millibars (40), large amounts of meth-
ane may be stored in the cold martian subsurface
as clathrates in a stability zone several times
thicker than that of Earth (41-43). Although
the seasonal signature of the TLS-SAM mea-
surements is not consistent with direct clathrate
release, clathrates may provide a source of sur-
face microseepage (diffuse exhalations without
any specific morphological structure that may
vent from outcropping of rocks or river or lake
beds) (43-45). On Mars, such seepage would oc-
cur preferentially through permeable pathways,
such as faults, fractures, or in breaches in sealing
lithologies; this would not require identifiable
geomorphological structures on the surface. Weak
microseepage exhalations could explain back-
ground and plume methane anomalies observed
on Mars (43), perhaps near the dichotomy bound-
ary and at Gale crater, where there is fractured
sedimentary rock. Microseepage flux may vary
over time, depending on variations of gas pres-
sures along the subsurface migration pathway
or on seasonal changes in the soil, or even where
microbial activity may consume methane.

Regardless of the subsurface origin, meth-
ane that finds its way to surface layers over long
time periods (42, 43) may be expected to show
seasonal variation. We consider a process that
retains methane at the surface temporarily be-
fore releasing it through a process linked to the
surface temperature. That process could be ad-
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Mean value £ 2 SEM (95% Cl) = 0.41 + 0.16 ppbv

sorption on a surface with a high surface area-
to-volume ratio, such as dust or soil. Although
mineral dust cannot serve as a methane sink,
it can moderate the release (11, 12). Adopting
an energy barrier of ~20 to 35 kJ/mol—which
is somewhat higher than that reported for the
physical adsorption of methane into clays (46),
zeolites (47), and Mars analog soil (712)—we found
that large seasonal variations are expected (fig.
S41). Plausible correlations of the background
methane values with atmospheric water vapor
and with surface temperatures point to physical
or chemical surface (or dust) processes, or micro-
seepage release. The amplitude of the seasonal
cycle indicates that there remain unknown at-
mospheric or surface processes occurring in
present-day Mars.
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MATERIALS and METHODS:

Our method builds upon previously published material (21, 22) that is here updated and
extended. We include updated results tables and correlation plots of the background methane
measurements with a variety of observed quantities from MSL’s SAM, REMS, RAD and
Mastcam instruments, including pressure, relative humidity, water abundance, ground and
surface air temperatures, UV insolation and atmospheric opacity.

The Tunable Laser Spectrometer (TLS) in the Sample Analysis at Mars (SAM) instrument suite
on the Curiosity Rover has been described in detail (22). This earlier material includes optical
layout, photograph of the flight instrument, identification of the 3 spectral lines at 3057.7 cm!
used for detection, spectral performance of the instrument, spectral data processing for both
direct absorption and second harmonic detection, instrument calibration, a description of the
empty cell-full cell-empty cell difference technique for producing sample cell methane
abundances, and a detailed description of the methane enrichment method.

The main focus of this paper is on the background methane values produced from our methane
enrichment runs, and so we summarize below the details of this method.

The methane enrichment process relies on the removal of CO; from the Mars atmosphere as it is
ingested over a two-hour period across a CO2 scrubber chamber that contains Linde 13X
molecular sieve material. During the enrichment process, atmospheric gas is ingested through a
second inlet port, and then passed over the CO> scrubber to more slowly fill the sample cell (~2
hours) to ~7 mbar. This efficiently removes the incoming CO; and H>O but not methane, thereby
effectively enriching the methane abundance. The enrichment factor (EF) is determined using a
SAM test-bed at NASA GSFC (duplicate flight instruments, configurations, and code sequences
to run various experiments, and including the flight-spare CO2 scrubber with identical sieve
material and volume). This determination was made sometime after the Curiosity landing, and no
pre-launch comparisons were made, but we are confident that measurements performed on the
SAM test-bed are representative of the flight instrument on Mars.

An earlier publication (22) reported only two measurements of Mars methane using the
enrichment process, in which an enrichment factor EF of 23 +£1 was derived from 3 test-bed
results on an identical (flight duplicate) scrubber with the same timing as that used on Mars.
Since then, we have repeated our measured EF and added a measurement at a lower driving
pressure of 5 mbar. The results are given below in Table S1. Although the mean value of the 4
measurements is 25.04 £0.56, we recognize that the spread of values shows a potential increase
with run sequence and a wide spread in values. In order to avoid underestimating the EF error,
we increase this error by a factor of 4 to establish the systematic error associated with the
enrichment factor of 25 £2.2 (1sem), or 25 £4.4 (2sem). The methane measurements presented in
Table 1 show a random error given by the mean value of 0.408 +0.049 ppbv, so combining this
error with our EF systematic error produces a mean value of 0.408 +0.082 ppbv (1sem), or 0.41
+0.16 (2sem, or 95% CI).



Table S1. Enrichment Factors (EF) derived from SAM Test Bed experiments using supply
(driving) pressures of 5-10 mbar. TID refers to “Test Identity” number used by SAM.

1 TID Driving Pressure

2 mbar EF Error 1sem

3 52345 10 21.05 1.21

4 52351 10 24.52 1.13

5 52438 10 26.5 1.34

6 . 53054 5 27.65 0.65

The enrichment runs ingest the Martian atmosphere through a different inlet to that used for the
direct-ingest runs (22). Our first four methane measurements from the enrichment process (Sols
583, 684, 965, 1086) followed the empty cell/full cell/empty cell protocol described earlier (22).
Rather than continue either enrichment or direct-ingest runs on separate occasions, we developed
a “hybrid” run script that recorded direct-ingest values immediately after the enrichment empty
cell values. This “hybrid” run script was used for all subsequent sols, namely sols 1169, 1322,
1451, 1527, 1579, and 1709, and is graphically illustrated in Fig. S1 below. The “hybrid” script
is a cut-and-paste copy of the individual enrichment and direct-ingest scripts, and so all
enrichment values result from the identical enrichment script and procedure.
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Curiosity’s 5 years on Mars

Since landing at Yellowknife Bay in Gale crater on 6 August 2012, the Mars Science Laboratory
(MSL) Curiosity Rover has traveled a total of ~20 km to end of December 2017 (48), pausing to
take numerous atmospheric gas samples and to drill rocks for sample analysis using the SAM
and other instrument suites.
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The TLS-SAM Methane Data
Table S2 below provides all TLS-SAM measurements of methane to 27 May 2017 in
chronological order.

Table S2. All data collected up to 27 May 2017, showing how in situ measurements are
corrected to global annual mean mixing ratios through a global pressure multiplier based on
REMS pressure measurements. As with Table 1 in the main text, temporal values (Sol, Ls, and
Earth Date in Table 1) correspond to the start (valve open event) of each atmospheric ingest. The
decimal portion of the sol is used such that e.g. sol 400.5 would represent local noon, and 400.75
would represent 1800 hours local time. Sol and Ls values for experiments #25103 and #25171
actually correspond to ingest sequences that were run as separate experiments, since these two
“daytime” measurements were ingested and stored in the Herriott cell until the following night
when SAM was able to run.



Run Type Run # | Sol Ls In Situ Error Global Global Error

(deg) CHq4 (1SEM) | pressure | mean CHs | (1SEM)
(ppbv) multiplier | (ppbv)
Fp

Direct-ingest 25028 79.96 | 195.60 -0.51 2.83 0.9381 -0.48 2.65
Direct-ingest 25029 81.89 | 196.77 1.43 2.47 0.942 1.35 2.33
Direct-ingest 25045 106.14 | 211.74 0.69 2.15 1.001 0.69 2.15
Direct-ingest 25096 293.16 | 329.16 0.56 2.14 1.009 0.57 2.16
Direct-ingest 25103 305.58 | 336.12 5.78 2.27 0.999 5.77 2.27
Direct-ingest 25104 314.14 | 340.83 2.13 2.03 0.997 2.13 2.02
Direct-ingest 25164 | 467.14 55.59 5.48 2.19 1.0706 5.87 2.35
Direct-ingest 25166 475.14 59.20 6.88 2.11 1.0706 7.37 2.26
Direct-ingest 25168 505.12 72.66 6.91 1.84 1.058 7.31 1.95
Direct-ingest 25171 525.56 81.84 9.34 2.16 1.039 9.71 2.25
Enrichment | 25177 573.08 | 103.48 0.432 0.092 0.97 0.419 0.089
Enrichment | 25206 684.06 | 158.61 0.745 0.138 0.877 0.653 0.121
Direct-ingest 25206 | 684.27 | 158.73 -0.41 1.89 0.879 -0.36 1.66
Enrichment 25266 | 965.99 | 331.57 0.607 0.087 1.0032 0.609 0.088
Enrichment 25284 | 1086.06 32.81 0.230 0.051 1.0503 0.241 0.053
Direct-ingest 25292 | 1125.14 50.81 0.85 1.44 1.0678 0.91 1.54
Direct-ingest 25299 | 1141.10 58.03 2.40 1.50 1.0709 2.57 1.61
Enrichment 25311 | 1169.02 70.57 0.221 0.072 1.063 0.235 0.076
Direct-ingest 25311 | 1169.23 70.66 -0.15 1.46 1.063 -0.16 1.55
Direct-ingest 25322 | 1222.10 94.50 2.03 1.85 1.002 2.03 1.85
Enrichment 25344 | 1322.00 | 142.46 0.570 0.110 0.8808 0.502 0.097
Direct-ingest 25344 | 1322.21 | 142.57 2.57 2.24 0.8808 2.26 1.97
Enrichment 25368 | 1451.06 | 216.58 0.497 0.077 1.0074 0.500 0.078
Direct-ingest 25368 | 1451.27 | 216.71 0.019 1.97 1.0074 0.019 1.98
Enrichment 25383 | 1527.06 | 265.78 0.332 0.097 1.0767 0.357 0.104
Direct-ingest 25383 | 1527.27 | 265.91 5.55 2.06 1.0767 5.97 2.22
Enrichment 25390 | 1579.00 | 298.76 0.237 0.067 1.0361 0.246 0.069
Direct-ingest 25390 | 1579.21 | 298.89 0.948 1.38 1.0361 0.982 1.43
Enrichment 25408 | 1709.00 10.84 0.313 0.097 1.0197 0.319 0.098
Direct-ingest 25408 | 1709.22 10.95 -0.56 1.73 1.0197 -0.57 1.76

Curiosity Instruments Providing Data for Comparison with TLS-SAM Methane:

The Rover Environmental Monitoring Station (REMS) (50) aboard the Curiosity rover consists

of wind speed and direction, atmospheric and ground temperature, and atmospheric relative

humidity sensors at 1.6 m height on the rover mast and pressure and UV sensors at 1 m height on
the rover deck (50). The Mast Camera (Mastcam) instrument aboard the Curiosity rover,
mounted on the rover's remote sensing mast, takes direct images of the Sun at the wavelengths of
440 and 880 nm from which the atmospheric dust opacity can be retrieved (57-53).




The REMS nominal strategy for data acquisition consists of 5 min-long hourly samples at 1 Hz
throughout the mission, with interspersed full hour sample periods at 1 Hz to cover every time of
the sol over a period of a few sols, while the Mastcam nominal strategy for atmospheric opacity
retrievals consists of measurements made every three to seven sols.

We analyze the complete set of REMS and Mastcam observations and provide values of the
daily mean atmospheric surface pressure, daily mean, maximum and minimum ground
temperature, daily mean air temperature, daily maximum relative humidity, daily most-reliable
water vapor volume mixing ratio, atmospheric opacity at 880 nm, and daily UV insolation
(defined as the total amount of solar energy received during 1 sol from the UV region of the
spectrum) at the surface and at the top of the atmosphere.

To calculate representative values of daily mean atmospheric surface pressure, atmospheric
temperature and ground temperature, we only use measurements taken on sols that have full
diurnal coverage. To calculate the daily maximum and minimum ground temperature, we also
consider measurements on sols without full diurnal coverage but with high-confidence
measurements (power supply in its operation range, the highest recalibration quality and with no
shadows in the field of view) during the times when the ground temperature typically shows the
daily maximum (between 12:00 and 14:00) and minimum (between 04:00 and 06:00) values. To
calculate the daily maximum relative humidity (usually occurring between 04:00 and 06:00 local
mean standard time), we only consider relative humidity measurements taken during the first
four seconds after the sensor has been turned on after at least ~5 min of inactivity. After four
seconds, relative humidity measurements spuriously decrease due to effects of heating. Reliable
values include relative humidity measurements taken during the nominal and high-resolution
interval mode, which consists of alternately switching the sensor on and off at periodic intervals
to minimize heating and is only used on selected one to two hour observation blocks (50). To
calculate the daily most-reliable water vapor volume mixing ratio, we use the daily maximum
relative humidity and simultaneous measurements of air temperature and pressure. Daytime
REMS-derived volume mixing ratio values present large uncertainties due to the extremely low
values of relative humidity and therefore cannot be obtained reliably (50).

The REMS UV sensor is located on the rover deck and is composed of six photodiodes in the
following ranges: 315-370 nm (UVA), 280-320 nm (UVB), 220-280 nm (UVC), 200-370 nm
(total dose), 230-290 nm (UVD), and 300-350 nm (UVE), with an accuracy better than 8% of the
full range for each channel, computed based on Mars radiation levels and minimum dust opacity.
The photodiodes face the zenith direction and have a field of view of 60 degrees. To calculate
the daily UV insolation at the surface, we use the photodiode output currents of the REMS UVE
channel (300-350 nm), the ancillary data records containing the geometry of the rover and the
Sun, the values of the atmospheric opacity at the reference wavelength of 880 nm, a Monte Carlo
radiative transfer scheme and the Comimart radiative transfer model (5/) following the
procedure described in Vicente-Retortillo et al. (53). Degradation of the UV sensor with dust
accumulation is described in (53).

The Radiation Assessment Detector (RAD) (54) on board the Curiosity rover measures the
radiation environment at the surface of Gale crater on Mars (55). Specifically, RAD measures
spectra of charged particles with energies of a few tens up to a few hundred MeV per nucleon



(56) and neutral particle spectra between about 10 MeV and a few hundred MeV (57). This
surface radiation field mainly consists of primary Galactic Cosmic Rays (GCRs) and secondary,
charged and neutral particles created by interactions of GCRs with the nuclei of the Martian
atmosphere and soil (56, 57). The intensity of this surface radiation field varies with atmospheric
column depth above the rover location as well as heliospheric modulation as a function of the
solar cycle.

Correlations of Background Methane Measurements with Other Measurements From
Curiosity

This section presents individual plots showing the correlations between TLS enrichment
measurements of CH4 and environmental variables. Each page focuses on a single environmental
variable. On each page, the first two plots show the exact same data arranged in two ways: first
in chronological sequence, and then in overlapping martian years. The third plot of each page
shows best linear fits to the CH4 measurements as a function of the individual environmental
variable.

Linear correlations are calculated for each environmental variable. We used methods based upon

the “fit” and “gammq” routines from (60), as implemented in the LINFIT IDL routine. The yv*
goodness-of-fit statistic is given for each correlation, and is based on the uncertainties in the TLS

data given in Table S3 above. For a perfect linear fit, yv> = 1. None of our tests give yv> values
close to 1. This indicates that it is unlikely that there is a simple linear relationship between any
single environmental variable and the methane variation. Each plot also shows the probability

that the fit would have a value of yv? or greater. A believable linear relationship should have a
probability of 0.1 or higher.

Data points on the third plot on each page (linear correlations) will have large horizontal error
bars in cases where the environmental data are highly scattered rather than smoothly varying.
This is because the horizontal error bars simply indicate the full range in the environmental
variable, within 1° of Ls of the CH4 measurement. For example, top of atmosphere (TOA) UV
insolation and max. pressure are very smooth functions of time, so horizontal error bars in
Figures S8 and S17 are very small. On the other hand, minimum ground temperatures within 1°
of Ls of Sol 1709 (Fig. S22) had a large amount of scatter, producing a horizontal error bar in
Fig. S23 of > 10 K. But for Sol 1527, Fig. S21 shows that min. ground temperatures were
clustered tightly near 198 K. As a result, the horizontal error bar for Sol 1527 in Fig. S23 is <2
K. These horizontal error bars are visual aids; only CH4 measurement errors (y-error bars) were
used in the linear fits (and related statistics) shown in the third plot of each page.



Correlation with surface UV insolation

Surface UV insolation is the solar energy incident at the surface integrated over the entire sol.
The primary motivation for testing this variable is that solar UV may degrade organic material
near the surface, releasing methane. Values come from a model described in (53), and use
empirical atmospheric dust loading estimates derived from Mastcam dust opacity imaging
experiments and REMS UV-sensor measurements (52, 53).
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Correlation with UV insolation at the top of the atmosphere

Top-of-atmosphere (TOA) UV insolation is the solar energy incident at Mars (at the latitude of
Gale Crater) integrated over the entire sol. The motivation for testing this variable is that if
organics are present in airborne dust, periods of high TOA UV insolation could generate more
methane. TOA UV values are calculated analytically, as described in Vicente-Retortillo et al.

(53).
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and probability << 0.1 mean it is not likely
there is a simple linear relationship between
atmospheric CH4 concentration and surface UV
insolation.



Correlation with UV absorbed within the atmosphere

The motivation for testing the UV insolation per sol absorbed by the atmosphere is that if
organics are present in airborne dust, the amount of UV absorbed by the dust could control the
production of methane. This environmental variable is close to the difference between the TOA
UV and the UV incident at the surface.
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Fig. S9. As Fig. S3, but compared with atmospheric absorbed UV insolation (colored circles).
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Correlation with atmospheric dust opacity

Atmospheric dust opacity is measured by Mastcam atmospheric imaging data at 880 nm (52, 53).
The data measure attenuation of solar radiation, as well as forward scattering near the sun in the
sky, allowing retrieval of particle column densities (52, 53). The motivation for testing this
variable is that if organics are present in airborne dust, then higher dust opacities in the
atmosphere could mean more surface area of exposed organics.

Solar UV extinction in the atmosphere is dominated by dust, so the absorbed UV insolation

shown in Figs. S3—S5 is very closely related to dust optical depth. Thus, features in Figs S3 and
S4 are similar to patterns in Figs S12 and S13.

Solar Longitude
90° 180° 270° 0° 90° 180° 270° 0°
1.2[yads ‘ ‘ ‘ TMARS ‘ ‘ I TMARS
YEAR :YEAR :YEAR 1.4
[32 133 i3
1.0+ H
—_ L o =
‘é . S 412738
= o8- ° ® 3
§ I §P% 1108
= S =
£ o6 Bow &
= r g 0 0 1087
2 [ i 0 1 a
S 0.4l 1451 1527{ Jdo6=
= r e} H 170 <
5 r 1579% 1 o
: 1 =
0.2 : 1709 —10.4
r 169 : 1
0.0L . . . | . . . | . . . L . . | . . . | . . . | L . 10.2
400 600 800 1000 1200 1400 1600 1800

MSL Sol Number
Fig. S12. As Fig. S3, but compared with dust optical depth (colored circles).
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dust optical depth The high yv? and probability
<< 0.1 mean it is not likely there is a simple
linear relationship between atmospheric CH4
concentration and dust optical depth.
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Correlation with max atmospheric pressure per sol

Atmospheric pressure varies greatly over each sol, and over the martian year. The REMS
pressure sensors measure pressure throughout each sol (50), and the maximum pressure for each
sol (occurring late at night) is listed here. We observe a weak, tentative anticorrelation between
background CH4 concentration and maximum pressure. To visually emphasize this anticorrelated
(rather than correlated) relationship, we reverse the pressure ordinate scale (right y-axes) so that
high CH4 concentrations are aligned with low maximum pressure per sol. The motivation for
testing this variable is that if methane is diffusing from sources partially sheltered from direct
atmospheric exposure, there could be a stronger pressure differential when atmospheric pressure
is low, leading to a higher release of methane.
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Fig. S15. As Fig. S3, but compared with maximum pressure per sol (colored circles).
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Correlation with max ground temperature per sol

Ground temperature is measured by thermal infrared photometers in the REMS package (50).
Maximum temperatures per sol occur near midday. The motivation for testing this variable is
that if methane is trapped in a volatile condensed reservoir, perhaps below the surface, there
could be thermal controls on the communication between the reservoir and the atmosphere.
Thermal effects could open/close channels between the reservoir and the atmosphere, either by
stressing rock material to create or seal cracks, or by thickening/thinning ice barriers. Clathrate
stability is a function of temperature, so CH4 could be released/trapped in clathrates depending
on temperature.
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Fig. S18. As Fig. S3, but compared with maximum ground temperature (colored circles). The
correlation seems much more convincing at sols < 1400, but the later measurements rule this
environmental variable as a major control on CHs concentration.
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and probability << 0.1 mean it is not likely
there is a simple linear relationship between
atmospheric CH4 concentration and maximum
ground temperature.
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Correlation with minimum ground temperature per sol

Minimum ground temperatures per sol occur in the middle of the night. The motivation for
testing this variable is similar to the motivation for testing maximum ground temperature. If
either maximum or minimum had a better correlation, that could be a clue to the nature of the
thermal effect governing CH4 release.
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Fig. S21. As Fig. S3, but compared with minimum ground temperature per sol (colored
circles).
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and probability << 0.1 mean it is not likely
there is a simple linear relationship between
atmospheric CH4 concentration and minimum
ground temperature.
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Correlation with maximum relative humidity (RH) per sol

Relative humidity is directly measured by the REMS meteorology package (50). The motivation
for testing this variable is that water and methane volatile cycles may share some similarities in
terms of transport or reservoirs. The maximum per sol was chosen as the RH parameter because
the REMS sensor is more accurate at higher RH values. To visually emphasize this anticorrelated
(rather than correlated) relationship, we reverse the pressure ordinate scale (right y-axes) so that
high CH4 concentrations are aligned with low maximum relative humidities per sol.
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Fig. S24. As Fig. S3, but compared with maximum relative humidity per sol (colored circles).
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Correlation with H,0 volume mixing ration (VMR)

Using REMS pressure/temperature data, we convert RH to volume mixing ratio. Volume mixing
ratio (VMR), or mole fraction, is a temperature-independent measurement of the water content in

the atmosphere.
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Correlation with RAD energetic particle dose rate

The Radiation Assessment Detector (RAD) measures the dose of energetic particle radiation at
the MSL rover (54, 55). The motivation for testing this variable is that variation in particle
radiation could potentially affect the conversion of organic material to CHs4. RAD values shown
in Figs. S30-S32 were measured by RAD within one sol of the TLS methane measurements. In
general, unlike the methane measurements, the energetic particle dose rate has increased over
time during the mission. To visually emphasize this anticorrelated (rather than correlated)
relationship, we reverse the pressure ordinate scale (right y-axes) so that high CH4 concentrations
are aligned with low radiation doses.
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Fig. S30. As Fig. S3, but compared with energetic particle radiation dose (colored circles). RAD
measurements in Mars years 33 and 34 are higher than previous measurements, suggesting
that the variation is not seasonal in nature (56, 57).
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and probability << 0.1 mean it is not likely
there is a simple linear relationship between
atmospheric CH4 concentration and energetic
particle radiation dose.
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Correlation with SAM/QMS argon measurements (with pressure correction)

SAM/QMS has measured argon's seasonal variation, but measurements were done in separate
experimental runs from the SAM/TLS CH4 measurements (58, 59). There are irregular gaps in
time between measurements of Ar and CH4. To test correlations, we first performed a 2-
parameter fit to argon's seasonal variation (Fig. S34). The fitting function is of the form:

Y = A + B x sin(2Ls) (S1)

and does not capture differences in the depth of the minima near Ls 45° and 220°, nor the
maxima near Ls 130° and 315°. Still, the fit is sufficient to allow a test of the correlation between
Ar and CHg4 (Fig. S35), despite the time separation between measurements of these gases.

Argon volume mixing ratios (VMRs) plotted here have been corrected for pressure variation to
correspond to global mean annual mixing ratios (i.e., multiplied by a Fp factor as in Table S2).
The amplitude of the seasonal argon variation is much lower than the amplitude of the CH4
variation. The two gases are anti-correlated (so the y-axis of Figs. S33 and S34 are inverted), but
the statistical significance of their linear correlation is poor.

Argon VMRs in Figures S33-S35 and S36-S38 (from (58)) are all normalized to their maximum
value.
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Fig. S33. As Fig. S5, but compared with argon VMR (colored circles) and a crude continuous fit
(solid color curve). SAM/QMS argon measurements are from (58).
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Correlation with SAM/QMS argon measurements (without pressure correction)

We attempted another comparison between CH4 and argon, without the pressure correction that

converts instantaneous volume mixing ratios to global annual mean mixing ratios (i.e.,
multiplication by Fp in Table S2). The observed (uncorrected) values in Figure S37 show similar
seasonal trends between argon and CH4. The pressure correction removes most, but not all, of

this variation for argon (Fig. S34), while CHy is only slightly modified, due to its higher-

amplitude signal. The uncorrected argon and CH4 variations are correlated, while the pressure-
corrected argon and CHy variations are anti-correlated. To compare the two gases, we performed
a 3-parameter fit to argon's seasonal variation (Fig. S37), of the form

Y = A + B x cos(Ls) + C x cos*(Ls)

(S2)
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This function does not capture differences in the depth of the minima near Ls 70° and 290°, but
still, the fit is sufficient to allow correlations between uncorrected Ar and CHj to be tested (Fig.
S38), despite the time separation between measurements of these gases.
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Fig. S36. As Fig. S33, but for Ar and CH4 measurements without pressure correction.
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If CH4 were simply an inert long-lived gas like Ar then, within error bars, their variation over the
Martian year would be correlated. The correlation between the uncorrected CH4 and the
uncorrected Ar mixing ratios (Figs S37 and S38) shows the importance of the pressure correction
as both gases are non-condensable gases with respect to CO» over the year. However, after
correction for this effect there is an anti-correlation, if any, between CH4 and Ar (Figs S34 and
S35). This suggests processes affecting CHs4 variation that are not seen in the Ar variation.
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Supplementary Text

Additional discussion of possible sources: Adsorption and Release of Methane from
Surface material

Another possibility is that a surface that is capable of retaining methane temporarily may provide
reasonable fits to the data. Such a surface would respond according to an Arrhenius process in
ground temperature. Here we consider whether adding such a surface could provide reasonable
fits to the data. If that process has an energy barrier of ~20-35 kJ/mol, then large seasonal
variations are expected, as shown in Fig. S39. That process could be adsorption on a surface with
high specific surface area, e.g. dust or soil. While the mineral dust cannot serve as a significant
sink, volumetrically, for the methane (70, 11), it can moderate its release.

The value of 20 kJ/mol is derived from the upper bound of the studies of Gough and others (70,
11). Energy barriers of less than 20 kJ/mol cannot provide the required range of methane values
from a simple surface to explain the variation seen in the TLS-SAM results. The upper limit of
35 kJ/mol is chosen as energies above this value produce too much variation in the methane
concentration for a simple surface, though values of up to ~100 kJ/mol for water regolith systems
have been described in the literature (60). The energy barrier required to match seasonal methane
variations measured by TLS-SAM is consistent with the physical adsorption of methane into
clays (46), zeolites (47), and JSC-Mars-1 analog soil (71). Although difficult to achieve the large
seasonal methane variations observed by TLS-SAM, it is possible to achieve absolute amounts
close to the observed mean value without a very large subsurface methane reservoir.
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Fig. S39. Arrhenius-like processes with energy barriers between 20-35 kJ/mol may provide
reasonable fits to the data. The symbols with error bars are the SAM-TLS data of Fig. 1B, and
the lines are the model calculations for various activation energies as described below.
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The curves shown in Fig. S39 above are plotted corresponding to:

p = AVTexp(~"9/pr) = o (s3)

Where p is pressure, expressed as a concentration (ppbv), p0 is an assumed constant baseline or
offset pressure, again expressed as a concentration, T is temperature, Ea is activation
energy/energy barrier and R is the universal gas constant.

This formulation is chosen by analogy to the rate constants for adsorptive processes, e.g. (11),
which yield equilibrium gas-phase pressure when combined with a constant surface coverage of
methane which has a very low surface coverage, e.g. 0 = p k.,. Three sample curves are
provided. For the curve of E, = 20 kJ/mol, 4 = 2x10? ppbv and py = 0. For the curve of E, = 35
kJ/mol, 4 = 2.3x10° ppbv and py = 0. For the curve of E, = 25 kJ/mol, 4 = 3x10° ppbv and py =
0.15 ppbv. The curve with £, = 20 kJ/mol provides the necessary amplitude seen in the data
while that with £, = 35 kJ/mol is better able to replicate the ramp-up and ramp down needed to
match the points near 158.8° and 331°. If a non-zero constant offset is permitted, better fits are
obtained at lower adsorption energies, as demonstrated by the purple curve. The temperatures
chosen are daily maximum values given by REMS data and are 2-year smoothed averages
following the landing, while Curiosity roved upon the plains of Gale crater.

Assessing the Curiosity Rover as a Potential Source of Measured Methane:

By their very architecture, in situ measurements are subject to potential contamination issues that
must be rigorously ruled out or their contribution accurately measured. This is particularly true
when low abundance signals are being retrieved. Concern has been expressed (35) over the
possibility that the Curiosity rover itself has unknown or hidden sources of methane that might
vent to produce methane around the rover which is then detected by TLS-SAM. The only known
source of contaminant methane on the rover is the terrestrial methane residing in the TLS-SAM
foreoptics chamber (35)). Zahnle (35) was concerned about the terrestrial methane residing in
the TLS-SAM foreoptics chamber, noting “...the rover contains within a chamber some methane
at a concentration 1,000 times higher than the puff supposedly found in Mars’ atmosphere.
Curiosity’s methane comes from Earth.” Zahnle was also concerned about other potential rover
sources.

Regarding the measurement geometry, SAM is a microwave oven-sized instrument suite (see
Fig. S40 below) residing in the belly of the rover. SAM comprises a myriad of tubing and
chambers and cabling connected to two turbomolecular pumps for feeding or pumping the TLS
(and QMS, GC) instrument, and driving a sample handling system for oven pyrolysis of rock
samples. While contained within a metallic structure (box), the box is not hermetically sealed so
that the inside of the box follows the Mars atmospheric pressure through vents (leaks) between
the box interior, the rover belly structure and the Mars atmosphere. The outside of internal
subsystems like TLS is therefore in contact indirectly with the Mars atmosphere. All plumbing is
internally sealed with ultrahigh-vacuum fittings/seals, so that the only Mars atmosphere entry
points are the valve-controlled inlet ports on the outside body of the Curiosity rover that control
atmospheric ingest or venting. The inlets and the internal SAM suite are all raised to relatively
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high temperatures throughout measurement and sampling. The inlets are regulated at 55°C, and
the TLS spectrometer head is held at 45°C during all measurements.

For contaminant methane (whether from the Mars atmosphere, evolved from the SAM Evolved
Gas Experiments (EGA), from the TLS foreoptics, or from an unknown rover source) to be seen
(recorded) by TLS, it must arrive inside the Herriott cell during the short time (~30 mins) the full
cell data are collected in between empty cell pumpouts. Because all the TLS and SAM plumbing
is enclosed with high-vacuum seals right up to the inlets, getting contaminant methane into the
Herriott cell from an external source is very challenging (unlikely) to begin with.

Although the TLS foreoptics chamber has ~1,000 times the concentration (ppmv mixing ratio) of
that measured in the Martian atmosphere (as pointed out by Zahnle), the TLS foreoptics chamber
contains ~2 nanomoles, or ~10'> molecules of methane (see below). We will refer to this value
in a relative comparison of potential methane sources/reservoirs.

Fig. S40. Photographs of the flight
instrument TLS installed in SAM.

A: the SAM instrument suite during assembly at
NASA GSFC. B: Detail showing the
installation of the ~35 cm long TLS
spectrometer (The Herriott cell is the horizontal

- : cylindrical structure with detector enclosure to

left, and the foreoptics chamber on the right of the photograph).

1. Could the SAM suite or other rover instrumentation be providing a source of
methane shielded from the wind that gets ingested into the inlets?
Consider the Curiosity rover environment and geometry during the two-month period between
Sols 466 and 526 when we detected elevated methane values (~7 ppbv).

To understand the level of contamination needed to dominate the measured values, we consider
two hypothetical spheres of atmosphere around or within the rover, one of 1-m diameter, a
second of 10-m diameter. A 1-meter diameter sphere around the rover, at a pressure of 7 mbar
(mainly CO») at typical Mars temperatures and containing 7 ppbv CH4 will contain ~1
micromole of CHa, or ~10'> molecules of methane. A 10-meter diameter sphere will contain one
thousand times this amount, namely ~10'® molecules of methane.
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Fig. S41. Two hypothetical spherical “clouds” of air
. containing 7 ppbv methane in comparison to the
Curiosity rover. A sphere of 1-m diameter would
contain ~10'3 molecules of methane, and a 10-m
diameter sphere would contain ~10'® molecules of
methane.

The background image is an artist’s impression (61).

In the absence of winds, to maintain a 10-m diameter cloud of contaminant methane at 7 ppbv
around the rover during a single TLS measurement would require 10'® molecules of methane, or
~1,000 times the total amount of methane in the TLS foreoptics chamber. A smaller contaminant
cloud, of only 1-m diameter around the SAM instrument and inlet would require ~10'> molecules
of methane, i.e. all of the foreoptics methane available. This scenario must then be repeated for
the several measurements of ~7 ppbv seen, and then we must factor in replenishment by the
near-surface winds of typically 3-5 m/sec (36).

Thus, a source of contaminant methane that somehow gets into the rover environment to be
entrained into the SAM inlet during the ingest period would need to be at least ~10 times the
total amount of methane in the TLS foreoptics chamber. We rule this possibility out because no
such large source of methane has been identified, and also the foreoptics chamber shows no
evidence of significant loss over the 5 year mission.

2. Could the Evolved Gas Experiments (EGA) that are known to produce methane be
contaminating the atmospheric measurements?
During SAM evolved gas analysis (EGA) experiments, Martian rock samples are crushed and
heated up (pyrolyzed) in an oven to produce gaseous products for analysis by QMS, GC, and
TLS. This includes evolved methane that accompanies the He flow of gas into the TLS sample
cell. In most cases, ~1-20 parts-per-million of methane are detected in the TLS Herriott cell.

We considered whether TLS was detecting high CH4 values in the Martian atmosphere
immediately following an EGA-vent occurrence, in which the high CH4 from EGA (typically
~10 ppmv in He) was vented into the pipe between the TLS cell and the low conductance inlet
filter. The idea was that somehow this volume was not well-mixed, so that in days after the
EGA-vent, when a new sample was ingested through that stagnant inlet for a direct ingest
methane measurement, we somehow entrained these earlier higher values to produce our ~7
ppbv results. However, as Fig. S42 below shows, there is no evidence of this.
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For example, our 4 sequential high methane measurements of sols 466-526 are seen after SAM
EGA experiments. But with the putative mechanism of residual methane in the entrainment
plumbing, we would expect the four measurements to show decreasing values each time, not the
increases observed. Also, many other SAM EGA measurements are not followed by high
methane values, notably the low CH4 values immediately following vents near 1130 and 1445
for example in which we had seen very high EGA CH4 amounts sols before our atmospheric
methane measurements. A second example is the high of sol ~1500 that followed a low of Sol
1450 with no EGA in between.

Thus, we rule out the possibility that the Evolved Gas Experiments (EGA) that are known to
produce methane are contaminating the atmospheric measurements.
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Fig. S42. Comparison of all TLS-SAM methane measurements to May 27 2017 (Table S2)

with evolved gas analysis (EGA) runs. Times at which EGA runs were done are indicated with

a thin grey vertical line. Multiple EGA runs done in short succession produce thicker, darker

vertical lines.
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3. Could the foreoptics terrestrial methane be leaking directly into the Herriott cell
and therefore providing a source of measured methane?
Under this scenario, foreoptics gas containing methane (present at parts-per-million levels)
would leak directly into the Herriott cell during the measurements.

Foreoptics Methane Behavior:

To assess foreoptics leakage and its potential effect on measurements, we first describe the
observed behavior of the foreoptics over time, noting that the foreoptics pressure is measured
every 3 seconds that SAM is running (see Fig. S43 plot below for long-term trend, that uses run-
averages). Apart from two deliberate attempts to reduce that pressure (pump out the chamber)
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there is no evidence of a broken seal or large leakage of gas out of the foreoptics chamber over
the 5 years of measurements.

The empty cell measurements used in our difference method provide each time a direct
measurement of the foreoptics methane amount that we plot below in Fig. S43. That amount has
varied somewhat during pumping attempts, but as shown below, remains around ~2 nanomoles,
or ~10' molecules of methane in the foreoptics chamber.
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Fig. S43A shows that following a pump-out near sol 400, the foreoptics pressure slowly rises
toward Mars ambient pressure as the Mars atmosphere (mainly CO) permeats the foreoptics
external seal. Then, at sol 1000 we again pumped out the foreoptics but inadvertently backfilled
it to about 4 mbar of Mars atmosphere. This is why the pressure plot on the top left shows little
change, but the methane content in the top right plot has been reduced significantly. Following
both pump-outs, the methane content of the foreoptics chamber (Fig. S43B) generally grows to
an equilibrium value near 2.2 nanomoles. The slow growth in the foreoptics amount may be due
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to equilibrium settling with a small amount of methane being released from the epoxy and
cabling inside the chamber.

Foreoptics Chamber Leak Rates:

The leak rates across the various seals in the TLS spectrometer were modelled and measured in
pre-launch studies of the assembled flight instrument. The highest leak rate is from the outside
(~7 mbar) gas into the foreoptics chamber through electrical pins and connectors, laser plate
seals, valves etc. The second highest leak rate is from the foreoptics chamber directly into the
Herriott cell through the wedge window and mirror o-ring seals: this rate was found to be ~100
times less than that from the outside into the foreoptics chamber. From Fig S43 A, the foreoptics
chamber pressure increases from ~2 to ~4 mbar over 700 sols. This is equivalent to a leak rate
from the outside into the foreoptics chamber of ~107® standard cubic centimeters (scc)/sec which
for the differential pressure of 4 mbar agrees with pre-launch estimates. This external seal is
behaving as expected. If the Mars atmosphere permanently contained 7 ppbv methane that
accompanied the mainly CO; leaking into the foreoptics chamber, the long-term tripling of the
foreoptics pressure shown in Fig. S43A would only cause an increase of <0.1 nanomoles of
methane in the foreoptics. Fig. S43B shows that the shape of the seasonal cycle reported is in no
way related to the foreoptics methane behavior.

Regarding potential leakage from the foreoptics chamber directly into the Herriott cell, leak rates
through o-ring seals are driven by a permeation process (62) that occurs in 3 steps: (i) the gas
dissolves (adsorbs) onto the near o-ring surface; (ii) the gas diffuses through the solid o-ring
according to Fick’s law of diffusion; and (iii) the gas then desorbs from the far o-ring surface.
The permeation rate depends on the o-ring permeation coefficient and area, and is inversely
proportional to the o-ring thickness, and proportional to the pressure gradient. This latter
pressure gradient refers to a pure gas (often nitrogen or helium) and actually represents the
concentration gradient. For the TLS instrument, the leak rate from foreoptics chamber to
Herriott cell will be driven by the concentration gradient occurring from the high methane
concentration in the foreoptics chamber (ppmv) against the low concentration (ppbv) in the
Herriott cell. Should such a leak be present, we would expect all the empty cell plot and the full
cell plot data points (one every 30 seconds) to show gradual increase in time during the 26-point
data collections. This is not observed as shown below.
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Fig. S44. Example trend plot for sol 1322 data of the full cell (A) and empty cell (B)
measurements taken every 30 seconds. Wefg in each case is the methane mixing ratio in ppbv
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and the red line a linear fit to the data. With a foreoptics leak, both empty and full data sets
should show an increase with elapsed time; here they do not, and actually show opposite trends.
Using the mean values, we would calculate a difference of 60.25-46 =14.25 ppbv that when
divided by the EF of 25 would produce a Mars value of 0.57 ppbv as reported in Tables 1 and
S2.

Most trend plots are flat, while some show minor trends up or down (see Fig. S44 example) that
are attributed to changes in the rate of change of the laser plate temperature that cause slight
changes in the retrieved mixing ratio due to minor spectral blurring during the on-board spectral
averaging over the 30-second period for each point. Analysis of empty and full cell trends shows
no significant change (up or down) of the retrieved mixing ratios with time, as shown in the
example of Sol 1322 of Fig. S44.

Our “daytime” measurement offers an independent confirmation of the lack of foreoptics
chamber leak into the Herriott cell. For the sol 305 measurement given in Table S2 that reported
a mixing ratio of ~5.8 ppbv, the Herriott cell was filled during the daytime. Due to constraints in
the daytime energy budget, this sample was left in the Herriott cell for ~12 hours until TLS could
be turned back on at night to make the measurement. If we were to assume that all this methane
came from a foreoptics chamber leak into the Herriott cell over the long static period of 12 hours,
then we would expect our normal (enrichment) run periods of 30 minutes to accumulate ~5.8/24
= 0.24 ppbv, which when divided by the enrichment factor of 25 would contribute only ~0.01
ppbv to our typical (~0.4 ppbv) enrichment result. This result sets a useful upper limit to the
contribution that supports the lack of trend seen in the individual runs.

As described above, we rule out the possibility of a direct leak of foreoptics methane into the
Herriott cell. The difference method (full cell minus empty cell over a relatively short duration)
mitigates against the possibility of a direct transfer.

From the data plotted above in Fig. S43, we conclude that there is no evidence of long term loss

of significant amounts methane from the TLS foreoptics chamber and therefore do not believe it
to be a source of contamination to our atmospheric measurements.
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