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Abstract: Greenhouse gas (GHG) emissions, which are closely related to climate change and serious
ecological instability, have attracted global attention. The estimation of crucial aquatic factors for the
flux of GHGs in lakes is a key step in controlling and reducing GHG emissions. The importance of 14
aquatic factors for GHG emissions was estimated in Meiliang Bay, which is an eutrophication shallow
bay in Taihu Lake in eastern China. The random forest (RF) method, which is an improved version
of the classified and regression tree (CART) model, was employed. No distribution assumption on
variables was required in this method and it could include nonlinear actions and interactions among
factors. The results show significant positive correlations among the fluxes of CO,, CHy, and N,O.
The most crucial factor influencing CO, emissions is the water temperature (WT) followed by sulfate
(SO4%), alkalinity (Alk), dissolved oxygen (DO), and nitrate (NO3;™-N). The important factors for
CH, emissions are WT, SO42~, DO, Alk, and NO, -N. The outcome for N,O, in which the key factor
is NO,™-N, was slightly different from those of CO, and CH4. A comprehensive ranking index (CRI)
for the fluxes of all three GHGs was also calculated and showed that WT, NO, -N, SO42~, DO, and
Alk are the most crucial aquatic factors. These results indicate that increasing DO might be the most
effective means of controlling GHG emissions in eutrophication lake bays. The role of SO42~ in GHG
emissions, which has previously been ignored, is also worth paying attention to. This study provides
a useful basis for controlling GHG emissions in eutrophication shallow lake bays.

Keywords: GHGs; aquatic factors; random forest; water temperature; nitrogen; sulfate

1. Introduction

The emission of greenhouse gases (GHGs) to the atmosphere is closely related to climate change [1],
resulting in significant disruption in biological living conditions and ecosystem instability [2,3]. Natural
lakes, though representing only about 2% of the land surface area, are important sources of GHGs such
as carbon dioxide (CO,), methane (CHy), and nitrous oxide (N,O) [4-6], and the emission of GHGs in
lakes has therefore attracted the interest of many researchers.

According to previous assessments, lakes contribute about 71.6 TgC CHy4 and 1943 TgC CO,
to the atmosphere per year [5,7-9]. However, these data remain largely uncertain due to the spatial
heterogeneity of emissions in waterbodies [9,10]. Furthermore, it is even harder to estimate the
contribution of N,O from global lakes [11]. In large developing countries, such as China, the problem
may be more serious as data are lacking [12]. The flux of GHGs in lakes is also drastically different
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according to the distinct nutrient level zones. The CH, flux in the East Plain Lakes zone is about two
times more than in the Tibetan Plateau and Inner Mongolia—Xinjiang Lakes zone [13]. GHG emissions
may be different in the same lake. Previous observations have shown a one order of magnitude larger
CO;, flux in the overeutrophication zone compared with the eutrophication and mesotrophic zones
in Taihu Lake in China [14]. The flux of N;O in the emergent macrophyte-type area was also about
1.5 and 30 times larger than in the algae-type and submerged macrophyte areas, respectively, during
summer [15], while in winter, the flux of the algae-type area was the largest [16].

Many factors affect the flux of GHGs. Inorganic nitrogen compounds such as nitrate [15,17,18]
and ammonia nitrogen [19] are the factors controlling N,O production, while total phosphorus
and chlorophyll A promote CO, [14,20] and CHy [20-22] production in waterbodies. The water
temperature, wind speed, water velocity, and turbulence are common factors influencing the three
kinds of GHGs [23-25]. Other factors, for instance, pH, dissolved oxygen, and chloride ions may also
affect the release of GHGs [16,26]. However, the roles of aquatic factors in the control of GHG emissions
remain controversial because of their complex effects [15,27,28]. Identifying the main controlling factors
and their roles is critical for further understanding the mechanisms of GHG emissions. Recognizing
the aquatic variables affecting GHG emissions, especially under the nonlinear action and interaction
effects of aquatic factors, is still an urgent problem to be solved.

China has 2700 lakes with a total area of 81,414.6 km? [29]. The carbon emission of lakes in China
is larger than the mean of the world lakes in the temperate zone [7]. An initial assessment showed that
the lakes in China release 3.0 TgC CHy per year [13]. Controlling the GHG flux from lakes, especially
from the eutrophication lake bay, will play a key role for China in meeting their United Nations
Framework Convention on Climate Change (UNFCCC) commitments. It is also very important for
the sustainability of lake water in a social and environmental dimension [30]. Hence, it is necessary
to recognize the crucial aquatic factors influencing the GHG flux at different nutrient level zones in
China, especially the eutrophication zone.

Here, we provide a combination approach to identify important variables for GHG flux in
Meiliang Bay, which is an eutrophication zone of Taihu Lake in eastern China. The statistic and
seasonal characteristics of 14 aquatic factors and GHG emissions in this lake bay are performed and
Pearson coefficients among them are also shown. The random forest (RF) method, which can take
into account the nonlinear effects and interaction effects of factors, is employed to identify the most
important factors influencing the flux of the three types of GHGs. A comprehensive ranking of the
GHGs is also given.

The results showed dissolved oxygen, water temperature, alkalinity and nitrite are very important
for the flux of GHGs. Sulfate, which may have been ignored by previous studies, also play a crucial
roles in GHG emissions. Although this assessment is based on a specific shallow lake bay, it is a useful
method and its result could easily be popularized to clarify the vital factors and their roles in GHG flux
in other large shallow fresh water lakes, such as Chaohu Lake [31,32] and Hongze Lake [33], in eastern
of China.

2. Methods

2.1. Data Sources

Taihu Lake, which is located in the north subtropical monsoon climate region, is the third largest
freshwater lake in China. It has an area of approximately 2445 km? with a mean depth of about only 1.9
m [15]. There are about 100 million people living around the lake, contributing over 5 trillion dollars to
the GDP in the year 2018. Shanghai, which is the most developed city in China, is also close to the
lake. Hence, any research conducted on Taihu Lake could have potentially significant implications
for China.

In recent decades, Taihu Lake has suffered from a eutrophication problem. The water quality
in the north and east of the lake has improved, while it has deteriorated in other regions, especially
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from the 1990s to the 2010s [34,35]. The west eastern corner of the lake is Meiliang Bay, which is
eutrophicated, and algae blooms occur frequently in spring and summer. Figure 1 shows the location
of Taihu Lake and Meiliang Bay.
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Figure 1. Location of Taihu Lake.

The research on GHG emissions carried out in this bay shows that there is considerable flux in
GHGs that is significantly different from other regions in the lake [14-16]. However, only relationships
between a few aquatic factors and the flux of GHGs were simultaneously considered in Meiliang
Bay. The nonlinear relationships were also ignored because linear regressions and Pearson correlation
analysis were applied. In this paper, the observation data of CO,, CHy, and N,O in this bay (Figure 1
shows the observation site) are analyzed using 14 aquatic factors, including inorganic nitrogen (nitrate,
NO3™-N; ammonia, NH;*-N; and nitrite, NO, =N, phosphorus (phosphate, PO,%~; dissolved
total phosphorus (dTP)), the response of nutrients (chlorophyll A ,Chl-a), physical indices of water
(water temperature (WT); water depth (WD); and Secchi depth (SD)) and other chemical factors
(dissolved oxygen (DO); sulfate, S0,4%~; O, demand (CODyyy); pH; and alkalinity, Alk). The data were
sampled once per month from January 2004 to December 2004, and all data have been previously
published [20,36].

2.2. Statistical Analyses

The RF method is an improved and robust version of the classified and regression tree (CART)
method. It introduces the bootstrapping aggregation approach into CART [37-39] and calculates the
predicted values by averaging the results of CART trees on bootstrap samples [40]. The variables used
in the RF method should have an independent identical distribution [40]. However, different from the
common bagging tree method, the RF method resamples prediction features at every split node to
ensure independence among the selected features [41], and the scaled observations would reduce the
difference in their distributions. Similar to many other statistical methods, the violation of the property
of the identical distribution may not lead to serious consequences [42].

The biggest advantage of RF is that the nonlinear and interaction effects of independent variables
can be included. RF has been demonstrated, through practice, to be a successful machine learning
method for forecasting [43,44].

Although the RF model was proposed for prediction, it can be used for other purposes. The RF
model can determine the quantitative importance of predictors using some indices. The most popular
index, which is also used in this paper, is an increase in node purity. The node purity was measured by
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the Gini index [38,40]. All computations were completed using the R (3.6.1) language [45] with the
randomForest package.

After calculating the importance of all aquatic factors for CO,, CHy, and N;O, a comprehensive
importance index was developed to further investigate, because the significant correlations between
GHG emissions were shown. The comprehensive index for all three GHGs can be given by the

following equation:
3

Re= T
A T 1)

CRI = rank(Ry)

where Ry is the index whose rank is determined as the comprehensive ranking index (CRI) for the k-th
factor and r; is the importance rank of the k-th factor for the i-th GHG. CRl is a simple, helpful, and
widely used index to measure comprehensive importance [46].

3. Results and Discussion

As seen in Table 1, the flux of GHGs showed no significant differences to the observations in
previous years for Meiliang Bay [14-16]. The minimum values of the three GHGs were lower than
0, indicating that, at some stages, the lake acts as a sink for these GHGs, which is also in agreement
with previous studies [14,15,27]. This induced large fluctuations of GHG emissions compared with
the aquatic factors. Based on the observations of CO,, CHy, and N,O emissions, the coefficients of
variation (CVs) were respectively 1.64, 1.50, and 1.50. These values imply that the fluxes were strongly
influenced by the water environment.

Table 1. Statistics of Observations (n = 12).

Factors Maximum Value Mean Value Minimum Value Standard Deviation

CO; (mmol/m3d)  200.67 39.62 -20.73 64.80
CH, (mmol/m2d)  2.17 0.54 -0.18 0.81
N,O ((mmol/m2d)  0.27 0.06 -0.03 0.09
NO3™-N (mg/L) 2.046 1.093 0.049 0.596
NO,-N (mg/L) 0.146 0.046 0.006 0.040
NH,*-N (mg/L) 1.456 0.507 0.024 0.577
PO, (mg/L) 0.020 0.006 0.001 0.007
dTP" (mg/L) 0.056 0.027 0.012 0.015
Chl-a"(mg/m3) 39.26 16.19 2.46 11.67
WT*(°C) 29.9 16.7 42 9.0
WD (m) 29 26 2.3 0.15
SD"(m) 0.80 0.44 0.30 0.14
DO’ (mg/L) 12.43 8.98 6.42 1.99
SO4% (mg/L) 103.60 75.99 51.60 15.26
AIK" (mmol/L) 2.60 2.16 1.76 0.26
CODypp, “(mg/L) 5.94 4.88 4.10 0.60
pH 8.49 8.18 8.03 0.13

* dTP: dissolved total phosphorus, Chl-a: chlorophyll A, WT: water temperature, WD: water depth, SD: Secchi
depth, DO: dissolved oxygen, Alk: alkalinity, CODyn: O, demand.

The values of aquatic factors showed that the water quality was not very poor, while the high
mean concentration of Chl-a and the very low SD showed that eutrophication at the site was serious.
The large CVs of NH;*-N and NO, ™ -N, which were 1.14 and 0.87, respectively, indicated that the
release of GHGs might be affected by nitrogen. It was also observed that the concentration of SO4%~ in
the lake, which has previously been ignored, was very high. The minimum value of pH was larger
than 8.0, meaning the water was weakly alkaline, which would also have affected the production of
N,O [47].
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Figure 2 shows the scaled time series of the concentrations of the 14 aquatic factors and the flux in
the three GHGs in the year 2004. All values were scaled by their mean and standard deviations.

2
Jan
1

Feb

0

M:lrI -1
2

Apr

My

‘ ‘ Oct
| |

CO: CH» N:0 NO-N  NO=N  NHi-N PO ate Chl-a WT WD SD DO S0° Alk COD#n pPH

Figure 2. Scaled time series in the year 2004.

As shown in Figure 2, the GHG fluxes showed strong seasonal changes. Combined with the
results of Table 1, they progressed from one extreme to the other from winter to summer. The maximum
values of flux occurred in July, and the data for CHy and CO, in September also showed high values,
while for N;O, a second peak emerged in October. November was the only month that Meiliang Bay
appeared to be a sink for all three GHGs. The observed values of N,O showed slight differences to the
data collected from Meiliang Bay in 2017 [15,16], but the characteristics of CH4 were in agreement with
those observed in Donghu Lake in China, which is similar to Taihu Lake [28]. This difference might be
because N,O is controlled by nitrogen, while CH4 emissions are not. In addition, the relatively high
concentration of NO, N in October might be the reason for the high concentration of N,O observed
in this month.

It was clearly observed that the water quality was better in winter, i.e., from November to January,
and this can be explained by the low level of agricultural activity. The high concentrations of NH;"-N,
NO327-N, and SO4?~ in December were notable exceptions. Laboratory experiments showed that the
low temperature would decrease the activity of nitrifiers and denitrifiers [48,49], and so both NH;*-N
and NO3™-N accumulated. The reduction in SO,>~ was also weakened as the sulfate-reducing bacteria
(SRB) were also influenced by low WT. References indicate that SO4%>~ and SRB are closely linked to
nitrogen cycling [50]; thus, the variation of NH;*-N and NO32~-N in the time series showed the same
pattern as that of SO42~.

In addition to the time series, strong correlations were also observed between CO, and CH,4 and
between CHy and N, O, with Pearson coefficients being significant at p < 0.01 in Figure 3. Denitrification,
acetate fermentation, and CO, reduction, which connect the production of CO,, CHy, and N,O [51]
could explain this outcome. The relationship between N,O and CO, was a little less significant
(0.01 < p < 0.05). This might be because the production pathways of N;O and CO, were not involved
with each other directly. SO42~ showed a negative correlation with the fluxes of CO, and CHy at p < 0.1.
There have been few studies on the effects of SO42~ on GHG emissions, but those that have been done
have suggested that SRB could take part in reactions with CHy [52,53]. SO4%~ would also impact the
nitrogen cycle [51], which may be another reason for the significant correlation among the three GHGs.
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marked. The red solid lines in the lower matrix show a smooth regression between the two factors.
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The crucial aquatic factors were similar for CH4 and CO,, with WT, DO, and Alk being recognized
as key factors, which is in agreement with previous studies [20,23,26]. Chl-a was shown to have little
effect on GHG emissions, which differs from previous research [14,20]. Having noticed that Chl-a also
showed strong correlations with WT, DO, CODyp,, pH, and Alk, the weak impact that was observed
might be the result of complex interactions amongst the different factors.

Few factors show a correlation with the flux of N, O, with the exception of NO,™-N. This should
not be surprising considering the fact that NO,™-N is the intermediate product of the denitrification
reaction of nitrifying bacteria [54], which produces N,O [55]. However, the effects of NO; ™ and NH;*
shown by some studies [15-17] may be masked by the effects of NO,™-N under linear relationships.
The influences of SO4%>~ on NO3™-N and NH,*-N were very complex. The strong correlations could be
explained by the effects of sulfur and sulfate on NO3™-N reduction and NH,*-N oxidation [51]. We
will describe and summarize these reaction details after the results of RF have been shown.

Figure 4 shows the importance of aquatic factors on the three GHGs, measured by an increase in
the Gini index in the RF models. The explained variance of the three models was 80.4%, 86.2%, and
75.1%, respectively, for CO,, CHy, and N;O, and these results imply that the RF models were adequate
for exploring the crucial factors.

WT WT o NO2-N e
soi sOi” ° WT °
Alk DO 5 DO 3
DO Alk ° sos °
NO3-N ° NO2-N ° NOs-N °
dTP o dTP o Chl-a o
NH:-N 5 NO-N o NH:-N o
Chl-a o NHs-N dTP °
POI- o Chl-a Alk 0
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(c) N2O

Figure 4. The importance order of aquatic factors for greenhouse gas (GHG) emissions using the

random forest (RF) method.

As seen in Figure 4, some RF results were in agreement with the Pearson coefficients, while
others were not. The results of RF showed that the five most important aquatic factors for the three
GHGs were similar. WT was the first key variable implicated in the flux of CO, and CHy, while it
was also second most important for N,O emissions. This is because methane bacteria choose different
methanogen metabolic pathways [56,57] under different temperatures. The nitrifiers and denitrifiers
are also sensitive to temperature [49]. This outcome was in agreement with the results of the Pearson
coefficients (Figure 3) and were also analogous with the results of other field studies [23,24,58].
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DO also played an important role in the emissions of the three GHGs. Methane bacteria are a
diverse group of strict anaerobes [59] and are, therefore, greatly influenced by DO. The two main
pathways for producing CHy, acetate fermentation and CO, reduction, are both associated with
CO; [51,57]. This may be part of the reason why DO also impacts CO, production. The results of the
linear correlations and field observations also confirmed the effects of DO [20,56]. In addition, the
observations showed that Alk would impact the carbon dioxide partial pressure [60] and anaerobic
digestion [61], so Alk greatly influences the flux of CO, and CH,4. For N,O emissions, although both
nitrification and denitrification would produce N,O, DO has a dominant influence in determining the
pathway. This can explain the importance of DO for N,O [15,16].

Nitrogen compounds, including NO3™-N, NO, =N, and NH4"-N, were shown to be important
for all three GHGs. It is easy to understand the effects of them on N,O, while it should be noted
that NO,™-N was shown to be more important. This may be because, in all four main pathways,
the producing NO, N are closer to N,O than NO3™-N [62]. Both denitrification and dissimilatory
nitrogen reduction to ammonium (DNRA) oxidize organic matter and then produce CO, [51,59], so
the importance of nitrogen for CO, can be rationalized. Methanotrophs outcompete nitrifiers for Op
when CHy is sufficiently abundant, as more energy can be released from oxidizing methane than from
oxidizing NH,* [51]. This is a good explanation for the negative relationship between NH; " and CH,
shown by the Pearson coefficients, as well as the importance of nitrogen in the results of the RF method
and field observations [21].

SO,42~ was crucial in determining the flux of all three GHGs (Figure 4). This seemed a little strange
as SO4%~ has been often taken for granted when assessing GHG emissions from the lake during field
studies. However, the result should not be surprising. On the one hand, NO;™ may be used in the
oxidation of reduced sulfur (S° or S?7) and the production of SO4>~. These processes may occur in
preference to DNRA and denitrification [51,59]. On the other hand, S0,4%~ reduction by SRB could
also produce CO, [51]. Additionally, observations in freshwater wetlands indicated that SO4?~ input
would suppress CHy flux because of the higher energy alternative provided by SO42~ reduction [63,64].
In summary, SO4% plays an important role in CO,, CHy, and N,O production.

Generally speaking, the effects of nitrogen compounds, SO42~ and DO on GHG emissions is very
complex and is summarized as concept models as follows.

As seen in Figure 5, the DO, WT, and ALK are conditions that affect the reactions. For example, DO
determines if anaerobic or aerobic oxidation can take place, and it also chooses what type of reduction
will happen. WT is also very important and it can affect the activities of SRB, nitrifiers, and denitrifiers.
Different from these conditions, the NO;™-N, NO, -N, NH,;*-N, and SO4%~ are involved with the
production of GHGs directly. From the models, SO,2~ participates in the production of all three GHGs
simultaneously, which highlights its importance and its complex effects on GHG emissions.
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Figure 5. Concept models for GHG emissions. (a) Concept model for CHy and CO;; (b) Concept model

for N,O.

The significant Pearson coefficients among CO,, CHy, and N,O highlight the necessity for working
out a comprehensive importance index for the flux of all three GHGs. The CRI values of the five most
important aquatic factors calculated by Equation 1 are shown in Table 2.

Table 2. The comprehensive importance ranking index for GHG emissions.

Aquatic Factors Index for CO, Index for CHy Index for N,O CRI*
WT 1 1 2 1
NO;-N 10 5 1 2
S04 2 2 4 3
DO 4 3 3 4
Alk 3 4 9 5

* CRI: comprehensive ranking index defined in equation 1.

The results of CRI showed that WT, NO, -N, SO42~, DO, and Alk are the five most crucial aquatic
factors influencing the flux of GHGs. The importance and positive relationships between WT and
GHG emissions remind us that the largest flux should appear in summer. Perhaps the emissions will
become larger and larger as global warming progresses [1]. NO, ™ -N is not very important for CO,
and CH,, while it is still the second crucial factors for GHG emissions because of its importance for
N,O production. Compared with WT and NO, N, SO,4% is the third key factors for the flux of GHGs
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because of its importance in all three. Maybe this is an indication that it is feasible to control GHG
emissions by increasing the concentration of SO4%~ in lake bays.

4. Conclusions

GHG emissions, which lead to serious ecological problems, have attracted widespread attention.
The estimation of crucial aquatic factors in the flux of GHGs in lakes has played a key role in reducing
GHG emissions. In this paper, RF methods, taking into account nonlinear effects and interaction effects
of factors, were employed to identify the crucial factors among 14 aquatic variables in the flux of GHGs
in a eutrophicated lake bay.

The results showed significant positive correlations between the fluxes of CO, and CHy, which
were shown to be affected by similar factors, while there was little difference for N,O. WT, S04, Alk,
DO, and NO3;™-N were identified as the five key factors in CO, emissions, while for CHy,, the key
factors were WT, SO,42-, DO, Alk, and NO, -N. The outcome that NO, =N is the most crucial factor
for N, O emissions while NO3™-N is the fifth showed the importance of nitrogen in the flux of N,O.
Apart from these common factors, SO42~, which has been previously ignored, was also shown to play
an important role in GHG emissions. It is the second most influential factor for CO, and CHy4, and
the fourth factor for N,O. The concept models showed that SO42~ had very complex effects on the
production of CO, and CHy, as well as on the nitrogen cycle.

The outcomes of the comprehensive ranking index for the flux of all three GHGs have also been
shown. WT, NO, -N, SO42-, DO, and Alk were found to be the five most crucial aquatic factors.
Compared with WT and Alk, the remaining factors are easier to manage by engineered measures. A
comprehensive analysis of the results show that increasing the DO might be the most effective way of
controlling GHG emissions in eutrophication lakes. Apart from the direct benefits of increasing DO,
such as reducing the fluxes of CO, and CH,4, N,O emissions should also reduce, led by the decrease
in the concentration of NO,™-N. It seems that a higher SO42~ concentration would also be good for
decreasing GHG emissions, but this can be a dilemma for water quality managers because there is
evidence that excess SO,42~ can lead to black blooms in shallow lakes [65].

This study provides useful information for controlling GHG emissions in eutrophicated shallow
lake bays. However, there is still work to be done. The quantitative mechanism model for water factors
and GHG emissions in shallow lake bays is a very important topic for GHG emission reduction. This
model will become more detailed as research continues. The smooth linear regression in Figure 3
suggests that there are threshold points for these relationships. The existence of threshold points
indicates the necessity of investigating these crucial factors in GHG emissions using advanced methods.
The role of SO42~ should also receive more attention in future studies.
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