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Abstract: In the recent significant rise in atmospheric CO,, seawater’s continuous acidification is
altering the marine environment’s chemical structure at an unprecedented rate. Due to its potential
socioeconomic impact, this subject attracted significant research interest. This study used traditional
linear regression, nonlinear regression random forest, and the BP neural network algorithm to
establish a prediction model for surface seawater pH based on data of North Pacific sea surface
temperature (SST), salinity (SSS), chlorophyll-a concentration (Chl-a), and pressure of carbon dioxide
on the sea surface (pCO;) from 1993 to 2018. According to existing research, three approaches were
found to be highly accurate in reconstructing the surface seawater pH of the North Pacific. The
highest-performing models were the linear regression model using SSS, Chl-a, and pCO,, the random
forest model using SST and pCO,, and the BP neural network model using SST, SSS, Chl-a, and pCO5.
The BP neural network model outperformed the linear regression and random forest model when
comparing the root mean square error and fitting coefficient of the three best models. In addition, the
best BP neural network model had substantially higher seasonal applicability than the best linear
regression and the best random forest model, with good fitting effects in all four seasons—spring,
summer, autumn, and winter. The process of CO, exchange at the sea—air interface was the key factor
affecting the pH of the surface seawater, which was found to be negatively correlated with pCO,
and SST, and positively correlated with SSS and Chl-a. Using the best BP neural network model
to reconstruct the surface seawater pH over the North Pacific, it was found that the pH exhibited
significant temporal and spatiotemporal variation characteristics. The surface seawater pH value
was greater in the winter than the summer, and the pH decline rate over the past 26 years averaged
0.0013 yr—!, with a general decreasing tendency from the northwest to the southeast. The highest
value was observed in the tropical western Pacific, while the lowest value was observed in the eastern
equatorial region with upwelling, which is consistent with the findings of previous studies.

Keywords: linear regression; BP neural network; pH; model reconstruction

1. Introduction

Oceans have a crucial role in stimulating the earth’s biogeochemical cycle, preserving
biodiversity, and supplying abundant biological resources. In addition, the ocean is a
massive carbon pool that significantly affects the global carbon cycle. The absorption of
atmospheric carbon dioxide by the ocean alleviates global warming [1].

Since the industrial revolution, the ocean absorbed nearly a quarter of the carbon
dioxide released by human activities, and surface seawater pH decreased by 0.1 units,
corresponding to an increase of 26% in the hydrogen ion concentration [2,3]. This process
of decreased seawater pH resulting from the absorption of anthropogenic CO; in the
atmosphere by the ocean is known as ocean acidification [4,5].

The average pH of the world’s seawater will likely decrease by roughly 0.3-0.4 units
by 2100, to 7.8-7.9, and by about 0.5 by 2300, according to research by Orr et al. (2005) and
Caldeira et al. (2003) [2,6]. Global ocean acidification is currently occurring at its fastest
rate in 55 million years. Carbon dioxide also contributes to ocean acidification, which not
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only alters the chemical characteristics of seawater but also destroys marine biodiversity
and the equilibrium of the ecosystem by influencing the physiology, growth, reproduction,
and metabolism of marine organisms [4].

According to observational global seawater pH records, the change rate of surface
seawater pH is currently dropping at 0.0015 yr~!, which is significantly faster than the
pH change rate over the past millions of years. However, the degrees of decline varied in
different dimensions and areas of the oceans. The pH changes in coastal waters are affected
by terrestrial inputs, upwelling, and biological activities. In contrast, the pH changes of
the open ocean are controlled by environmental factors, such as SST, salinity, chlorophyll
content, and carbon dioxide content. The acidification rate is relatively stable, and the pH
of the surface seawater varies between 7.95 and 8.35, with an average value of 8.11 [7]. For
example, Bates et al. (2014) and Doney et al. (2009) found periodic fluctuations in seawater
pH in the open ocean over the past 30 years based on observational records at HOT station
in Hawaii, in the Pacific, and BATS station in Bermuda in the Atlantic, which exhibited a
general downward trend. Additionally, Feely et al. (2008) showed that the pH of seawater
decreased from 8.05 to 7.60 between Hawaii and the Arctic [8-10]. Midorikawa et al. (2012)
found that the variation trend of pH in the South Pacific during the summers of 1969-2003
was downward throughout the sea area, with the highest decline rate occurring in the
polar sea area [11]. Polonsky et al. (2012) indicated that the acidification of the Black Sea
exhibited a significant decrease in pH on a 10-year scale [12]. Using historical data for the
East Pacific coast from 2000 to 2007, Wootton et al. (2008) showed a significant downward
trend in pH [13]. Byrne et al. (2010) and Cai et al. (2011) discovered that the pH decline
rate was more pronounced in coastal waters than in the open ocean [14,15].

Since 2003, ocean acidification was regularly the subject of extensive investigation in
international marine science [9]. Researchers analyzed the phenomenon of ocean acidi-
fication, the impact of acidification on marine composition, and the response of marine
ecosystems to acidification from different perspectives. However, our understanding of
the mechanism of ocean acidification remains limited, primarily due to the paucity of
long-term scale observation records of seawater acidification. The pH value of seawater
can directly reflect its acidity and alkalinity, in addition to the carbon cycle system state,
biological production, respiration processes, and the geochemical process. Seawater pH is a
key characterization parameter of ocean acidification [16], and it is also one of the important
indicators for the quantitative description of seawater carbonate systems [17]. However,
the pH of seawater was not conventionally investigated extensively, and the existing pH
records are not continuous in time and space; the longest seawater pH observation record
was only 30 years. The distribution and spatiotemporal variability of the ocean are contin-
uous. Nevertheless, it is challenging to define the spatiotemporal variations in seawater
pH at the marine basin scale due to the non-uniform distribution of some observation
stations, the discontinuity of observation time, and the lack of significant data accumulation.
Therefore, establishing a model to analyze the pH of the sea surface garnered significant
research interest. Various algorithms were used for sea areas at different spatial scales.

Scientists carried out several studies on the reconstruction of seawater pH using
traditional linear regression methods. For instance, Li et al. (1988) studied the distribution
characteristics and influencing factors of seawater pH in the Yellow River Estuary in 1985
using observed data and establishing a linear regression equation of pH with temperature,
salinity, and oxygen saturation [18]. In 2005, Nakano reconstructed the sea surface pH
in the North Pacific using the measured SST and chlorophyll concentration data [19]. In
2012, Alin et al. (2012) used temperature and dissolved oxygen data to reconstruct the
surface and bottom seawater pH in the West Bank of North America [20]. Shi et al. (2013)
studied the seawater acidification process in Bohai from 1978 to 2013 and found a significant
linear decreasing trend in the interannual variation of surface and bottom seawater pH
in the winter and summer [21]. In 2015, Bofeng Li et al. (2016) used measured data to
establish the relationship between dissolved oxygen, seawater temperature, salinity, and
pH at the surface and bottom of the North Pacific [22]. These results have certain regional
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and seasonal applicability. In contrast, the BP neural network, as a multiple feed-forward
network trained by the error backpropagation algorithm, can store and learn a huge amount
of input and output data and was found to have strong simulation ability [23]. At present,
artificial neural networks were widely used in the reconstruction process of variables such
as carbon dioxide partial pressure, total alkalinity, and inorganic carbon content [24-28].
Studies showed that neural network algorithms have great potential in reconstructing
surface seawater pH.

As the largest ocean in the world, the Pacific plays a key role in global climate change,
and its enormous fishing resources provide opportunities for the economic development of
Pacific Island countries [29-31]. Therefore, it is imperative to research the degree of ocean
acidification in this area. In this paper, the North Pacific was selected as the research area,
and parameter combinations with substantial correlations with seawater pH were selected
for model calculations. The spatial and temporal distribution characteristics of surface
seawater pH in the North Pacific during the past 26 years were analyzed, and a comparison
was made between the reconstruction abilities of traditional linear regression, nonlinear
regression random forest, and the BP neural network algorithm.

2. Materials and Methods
2.1. Data Source

In this study, the surface seawater pH, temperature (SST), salinity (SSS), chlorophyll-a
concentration (Chl-a), and pressure of carbon dioxide (pCO,) were derived from the Coper-
nicus Marine Service (CMEMS, https://marine.copernicus.eu/). The accuracy evaluation
of each parameter is shown in Table 1 [32,33], and the resolution was 0.25° x 0.25°. The
predicted values were highly consistent with Argo data, which can quantify large- and
seasonal-scale deviations. At present, these data are widely applied in ocean acidification
research [34,35]. Since this data product considers various marine physical and chemical
properties, such as the average sea level, nitrate, phosphate, dissolved oxygen, and phy-
toplankton, when reconstructing seawater pH, the model (PISCES) used was relatively
complex. Linear regression, nonlinear random forest regression, and BP neural network
methods were relatively mature. These methods were simpler than the physical model, and
the variables required for modeling were less and easier to obtain than the complex physical
model. They have the characteristics of fast modeling speed, strong simulation ability, and
can accurately predict the pH value of seawater. Therefore, this paper used a linear regres-
sion, nonlinear regression random forest, and BP neural network algorithm to reconstruct
surface seawater pH. We selected the North Pacific (0° N—60° N, 119° E-110° W) as our
research area and collected monthly average data from 1993 to 2018 for 76,000 groups. After
establishing the surface seawater pH model, which was developed using 50% of the data set,
the model was validated on a global and seasonal scale. To verify the reconstruction ability
of the model in the North Pacific, we also collected observational data from three time series
stations operated by the National Centers for Environmental Information (NCEI): KEO
(20012002, 2005-2015), CCE1 (2001-2010, 2013-2014), and Kaneohe (2001-2006, 2013-2016)
(Figure 1).

Table 1. Accuracy evaluation of each parameter and measured data.

R BIAS RMSE
SST \ \ 0.76
SSS \ \ 0.22
Chla 0.811 0.26 0.59

pH 0.952 0.02 0.04



https://marine.copernicus.eu/

Sustainability 2023, 15, 5796 4 0f 19

North Pacific

A

»
PR Kaneohe

¥

75005

175°E 160°W

Figure 1. Open triangles represent the study area, including the time series stations KEO (32° N,
145° E), CCE1 (33° N, 122° W), and Kaneohe (21° N, 158° W).

2.2. Methods

Three main analytical methods were used: traditional linear regression, nonlinear
random forest regression, and the BP neural network algorithm. Traditional linear regres-
sion analysis is a statistical technique used to investigate the linear relationship between a
continuous dependent variable and one or more independent variables [36]. This method
can effectively predict dependent variables. Generally, the correlation coefficient (r) is used
to indicate the correlation between variables, while the coefficient of determination (R?) is
used to ascertain the fitting effect of the model. The linear regression equation is:

Y =0+ pB1 x1+p2X2+ R3X1X2 + ¢ e8]

In the above equation, Y represents the dependent variable, X1 and X2 represent the
independent variables, 30 is the constant term, 31 and (32 are the coefficients for X1 and
X2, respectively, 33 is the coefficient for the interaction term between X1 and X2, and ¢ is
the error term.

Random forest is a set of decision trees. Its basic idea is to improve the prediction
accuracy of the model by a large number of classification tree sets. The prediction process
is shown in Figure 2. As a statistical learning theory, the random forest model needs to
determine the two important parameters of mtry and ntree. In order to make the model
prediction better, this study set mtry and ntree to 2 and 500.

Istance

N

Tree-1 Tree-2 Tree-n
1 ]
Class-A Class-B Class-B
|
I_ Majority-Voting _]
Final-Class

Figure 2. Random forest prediction flow chart.
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The BP neural network is a multi-layer feed-forward neural network based on error
backpropagation. Through repeated learning of the training samples, the connection
weights and thresholds between layers can be continuously adjusted [37], resulting in input
information that is similar to the desired output information. The structure of the BP neural
network is shown in Figure 3, including the input layer (SST, SSS, Chl-a, and pCO;), the
output layer (pH), and the hidden layer.

Input layer Hidden layer Output layer

Figure 3. Structure of the BP neural network.

3. Results
3.1. Establishment and Validation of the Linear Regression Model

The linear regression between SST, SSS, Chl-a, pCO,, the combination of various
parameters, and surface seawater pH was analyzed using least-squares. We obtained six
linear equations with a determination coefficient (R?) greater than 0.95 (Table 2). The find-
ings demonstrated that the root mean square error (RMSE), standard deviation (Standard),
and variance (VAR) of the six linear equations in the model validation were all less than
0.11 and 0.0086, respectively, and there was little difference in each combination. Therefore,
it was feasible to reconstruct the surface seawater pH in the North Pacific. The seawater pH
model using only SSS, Chl-a, and pCO2 had a comparatively high determination coefficient
of 0.9590, while the model using SST, SSS, Chl-a, and pCO2 had a coefficient of 0.9594.
However, during model validation, it was discovered that the RMSE, standard, and VAR of
the aforementioned parameter combination were the smallest among all six models.

Table 2. Output results of the pH reconstruction model based on linear regression.

Modelling Data (n = 36,000)

Verification Data (n = 20,000)

R? Linear Equation RMSE Standard VAR
SST + pCO, 0.9503 8.4212 + 0.0001SST — 0.001pCO, 0.0098 0.0097 0.000095
SSS + pCO, 0.9522 8.3659 + 0.0017SSS — 0.001pCO, 0.0088 0.0087 0.000075
Chl-a + pCO, 0.9526 8.4169 + 0.0071Chla — 0.00099pCO, 0.0103 0.0103 0.000106
SST + SSS + pCO, 0.9522 8.3632 — 0.0000238SST + 0.0018SSS — 0.0009997pCO, 0.0089 0.0086 0.008600
SSS + Chl-a + pCO, 0.9590 8.3096 + 0.0031SSS + 0.0126Chla — 0.000988pCO, 0.0084 0.0084 0.000071

SST + SSS + Chl-a + pCO, 0.9594 8.3197 + 0.000128SST + 0.0028SSS + 0.0136Chla — 0.000992pCO, 0.0087 0.0086 0.000074

In addition, the predicted and measured values of the validation data analysis model
are shown in Figure 4. The predicted values of the six surface seawater pH models based
on the traditional linear regression method were relatively close to the measured values.
Among the six models, the correlation coefficient of the model based on SSS, Chl-a, and
pCO; had the highest, at 0.9766, and the best-fitting effect. A thorough analysis revealed
that the best linear regression model was 8.3096 + 0.0031SSS + 0.0126Chl a — 0.000988pCO,.
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Figure 4. Validation of the linear regression model.

3.2. Establishment and Validation of the Random Forest Model

In the process of random forest modeling, the same 36,000 groups of data were still
used as training data, and 20,000 groups of data were used as testing data, making the
training data and testing data completely independent. We obtained six different parameter
combination models with a determination coefficient greater than 0.95 through modeling,
as shown in Table 3. It was found that the RMSE of each parameter combination was less
than 0.0085, and the correlation coefficient (r) was greater than 0.97. Among them, the
RMSE and r of the seawater pH model based on SST, pCO;, and the combination of SST,

5SS, Chl-a, and pCO, were higher, and the root mean square error was smaller, which
was 0.0077.

Table 3. Random forest model (36,000 groups of data as training data, and 20,000 groups of data as
testing data).

R? RMSE r
SST + pCO, 0.9571 0.0077 0.9808
SSS + pCO, 0.9501 0.0082 0.9777
Chl-a + pCO, 0.9512 0.0082 0.9780
SST + Chl-a + pCO, 0.9554 0.0078 0.9800
SSS + Chl-a + pCO, 0.9516 0.0081 0.9786
SST + SSS + Chl-a + pCO, 0.9564 0.0077 0.9806

It can be seen from the model verification of random forest in Figure 5 that the
prediction results of each parameter combination were not much different from the real
values, and all had good fitting effects. The model based on SST and pCO; had the
best fitting effect, and the correlation coefficient was 0.9808, which was the best random

forest regression model for reconstructing the pH value of the surface seawater in the
North Pacific.
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Figure 5. Validation of the random forest model.

3.3. Establishment and Validation of the BP Neural Network Model

Training mode files were generated using the same 36,000 groups of data as those
used in the linear regression modeling, and 20,000 groups of data were used to create test
mode files. We obtained six BP neural network models with a determination coefficient
greater than 0.95 by using the different selected modeling parameters and combinations as
the neurons of the input layer for model training and calculation. Table 4 shows that the
RMSE of each parameter combination was less than 0.015, and the correlation coefficient (r)
was greater than 0.97. The BP neural network model established using SST, SSS, Chl-a, and
pCO; had the largest determination coefficient and correlation coefficient of the training
results and test data and the smallest RMSE value among them.

Table 4. BP neural network model (36,000 groups of data as training data, and 20,000 groups of data
as test data).

R? RMSE r
SST + pCO, 0.9633 0.0081 0.9815
SSS + pCO, 0.9551 0.0140 0.9773
Chl-a + pCO, 0.9538 0.0090 0.9766
SST + SSS + pCO, 0.9682 0.0077 0.9839
SSS + Chl-a + pCO, 0.9691 0.0077 0.9844
SST + SSS + Chl-a + pCO, 0.9702 0.0074 0.9850

It is evident from the validation of the model depicted in Figure 6 that the difference
between the predicted pH and that the measured pH is minimal. The correlation coefficient
of the reconstruction model based on SST, SSS, Chl-a, and pCO, was 0.9850, indicating that
the prediction results highly correlated with the measured values and the model fitting
effect was the best. It is clearly the best BP neural network model to reconstruct surface
seawater pH in the North Pacific.
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Figure 6. Validation of the BP neural network model.

3.4. Comparison of Linear Regression, Random Forest, and BP Neural Network Models

The determination coefficient of the best linear regression model was 0.9590, the root
mean square error between the model’s predicted values and the measured values was
0.0084, and the correlation coefficient was 0.9766 by comparing the three best models. The
determination coefficient of the best random forest model was 0.9571, the root mean square
error between the model’s predicted values and the measured values was 0.0077, and the
correlation coefficient was 0.9808 by comparing the three best models. Furthermore, the
determination coefficient of the best BP neural network model was 0.9702, the RMSE of
the model-predicted and measured values was 0.0074, and the correlation coefficient was
0.9850. The best BP neural network model outperformed the best linear regression model
and the best random forest model on all evaluation indices.

To compare the best models established by three different methods, this study selected
20,000 groups of data (5000 groups in each season: spring, summer, autumn, and winter)
that were not involved in modeling and verification. This was carried out to evaluate the
seasonal applicability of surface seawater pH in the North Pacific. According to the fitting
degree between the predicted and measured values of the best linear regression model,
the best random forest model, and the best BP neural network model in different seasons
(Figure 7), it was clear that the best linear regression model had a better fitting effect in
summer and autumn, but that effect was rather low in spring and winter. The best random
forest model was better than winter and autumn in spring and summer. The best BP neural
network model fitted well in spring, summer, autumn, and winter.

In addition, Table 5 shows that the RMSE, standard deviation, and variance of the
best linear regression model in the North Pacific in summer were small, at 0.0067, 0.0063,
and 0.000039, respectively, while the same values for winter were 0.0097, 0.0093, and
0.000086, respectively. This suggests that the best linear regression model had the best
applicability in summer and the worst applicability in winter. The root mean square error,
standard deviation, and variance of the best random forest regression model in summer
were less than those in spring, autumn, and winter, which were 0.0046, 0.0046, and 0.000021,
respectively. This indicates that the applicability of the best random forest regression model
in summer was better than that in other seasons. The best BP neural network model had
strong applicability in all four seasons, as evidenced by the similar values for the root mean
square error, standard deviation, and variance in spring, summer, autumn, and winter.
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These values were also significantly lower than those for the best linear regression model
and the best random forest. A comprehensive comparison revealed that the applicability of
the best BP neural network model in spring, summer, autumn, and winter in the North
Pacific was generally higher than that of the best linear regression and the best random
forest model.

Seasonal verification of the best linear regression model Seasonal verification of the best Random forest model
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Figure 7. Seasonal verification of the linear regression, random forest, and BP neural network models.
Table 5. Seasonal verification of the linear regression, random forest, and BP neural network models.
RMSE STD VAR
Season n Linear RF BP Linear RF BP Linear RF BP
Winter 5000 0.0097 0.0058 0.0047 0.0093 0.0058 0.0034 0.0000862 0.0000341 0.0000116
Spring 5000 0.0082 0.0051 0.0049 0.0077 0.0050 0.0037 0.0000596  0.0000248 0.0000138
Summer 5000 0.0067 0.0046 0.0042 0.0063 0.0046 0.0033 0.0000393 0.0000214 0.0000109
Autumn 5000 0.0074 0.0053 0.0042 0.0073 0.0052 0.0032 0.0000529 0.0000275 0.0000104

4. Discussion
4.1. Effect Mechanism of Seawater pH

In addition to the influence of CO, on seawater pH, environmental factors, such as

temperature, salinity, productivity, nutrient concentration, upwelling, ENSO, and the input
of coastal water, could all play a role in ocean acidification [38]. Therefore, this study
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selected SST, SSS, Chl-a, pCOy, and other parameters as the model’s inputs. According to
the monthly variation curves of pH, pCO,, SST, SSS, and Chl-a (Figure 8), it was observed
that seawater pH was negatively correlated with pCO, and SST, and positively correlated
with SSS and Chl-a, which was consistent with previous research on the topic. The higher
the pCO; concentration, the lower the seawater pH, indicating that anthropogenic CO,
(the gas exchange process at the air—sea interface) absorbed by the ocean is an important
factor affecting the acidification of surface seawater [39-41]. The dissolution of CO,, the
equilibrium of precipitation and dissolution of CaCOj3, the transformation of carbonate
minerals, photosynthesis, respiration, and other related physical, chemical, and biological
processes contribute to the composition of the seawater carbonate system, which, in turn,
is affected by changes in seawater temperature. When the temperature increases, the
CO; content and pH of seawater will decrease. The pH will rise as the temperature
drops [42,43]. Salinity has a lower impact on seawater pH than temperature, but it is still
significant. The change in pH in the Yangtze Estuary positively correlates with salinity [44].
The influence of regional distribution differences on the CO, exchange process at the
sea—atmosphere interface, as an essential component altering the chemical equilibrium of
carbonates, may also contribute to a positive correlation between salinity and pH [45,46].
The Chl-a concentration represents the existing amount of phytoplankton, indicating the
ability of marine phytoplankton to convert atmospheric CO; and bring it into the ocean.
When analyzing the factors controlling acidification in the Amundsen Sea and the Ross Sea,
Mattsdotter et al. (2011) found that Chl-a had the greatest impact on acidification, while
biological factors were the key governing factors for marine acidification in the marginal
sea [47]. In addition, researchers analyzed monitoring data from spring in the East China
Sea, autumn in the Bohai, and winter in the Yellow Sea, and the results demonstrated a
substantial positive correlation between pH and Chl-a [48,49].
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Figure 8. Monthly variation curves of pH, pCO,, SST, SSS, and Chl-a from 1993 to 2018.

In order to quantitatively reveal the relationship between pH and pCO,, this paper
also added a geodetector model, which is a statistical method used to detect spatial differ-
entiation characteristics and reveal potential driving forces. It is widely used in ecological
environment assessment, natural disaster assessment, and other fields. This method uses
q value for quantitative evaluation. The value range is between 0 and 1. The closer q is
to 1, the stronger the contribution of the factor to the variable, the closer the correlation
between pH and pCO;. This method can be used to more intuitively show the contribution
of pCO; to pH [50]. Considering the large area of the North Pacific, there will be some
differences between the sea areas. Therefore, the North Pacific was divided into 50 parti-
tions according to 12° x 12.5°, and the larger land area was removed. Finally, 41 partitions
were retained. From the contribution of pCO, to pH in Figure 9, it can be seen that the
contribution of pCO; to pH in the entire North Pacific was above 0.7, indicating that pCO,
had a greater contribution to pH and the degree of influence was greater. Through the
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normalization analysis of pCO, and pH, it was found that for every 10 patm increase in
pCO,, pH decreased by 0.0070-0.0107, as seen in Figure 10.
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Figure 9. The contribution of pCO, to pH.
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Figure 10. Relative relationship between pCO, and pH.

4.2. Model Evaluation
4.2.1. Comparisons with Previous Research

This paper chose the same time period for investigation as prior studies to verify
the reconstruction ability of the model in the North Pacific. As shown in Figure 11, the
surface seawater pH in the North Pacific ranged from 7.8 to 8.3 in 2016, with an annual
average of 8.0392. Overall, the North Pacific surface seawater pH distribution showed a
high trend in the northwest and low in the southeast due to the high productivity induced
by rich nutrients and plankton in the northwest. This was because of the influence of
complicated circulation, monsoon, land source transport, atmospheric deposition, and
seabed sediments [51]. The highest values appeared in the range of 36° N-48° N and
130° W-175° W, especially near the sea areas of China and Japan. This result was consistent
with the findings of Jiang et al. (2019), who estimated the pH distribution in the central and
northern Pacific regions at in situ temperatures based on SOCATv6 and GLODAPv2 [52].

In this paper, the best BP neural network model was applied to reconstruct surface
seawater pH in the North Pacific in February and August 2005. It was found that the
surface seawater pH in the North Pacific exhibited apparent seasonal variations. The pH
was generally higher in winter than in summer, especially at 24° N-36° N. In February,
the pH in the North Pacific was higher in the range of 20° N-48° N, and it was higher
in the West than in the East. In August, the pH was higher in the northern and southern
parts of the North Pacific than in the central parts, with the northern part having the
highest pH Figure 12a,b. This result was similar to the pH distribution of global surface
water estimated by Takahashi et al. (2014) in Figure 12¢,d, which was based on the pCO;,
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alkalinity, and nutrient salt concentration data in the GLODAP, CARINA, and LDEO
databases in February and August 2005 [53]. This result also suggests that it is feasible to
reconstruct the pH in the North Pacific based on the BP neural network model established
using SST, SSS, Chl-a, and pCO; parameters.

160°W

78 78 79 795 8 805 81 815 82 825 83
pH

175°E 160°W 175°E 160°W

(d)August

175° 160°W

78 78 79 79 8 805 81 815 82 825 83
pH
Figure 12. Distribution of pH in the North Pacific in February and August. (a,b) use of the best BP
neural networks. (c,d) use of the data from Takahashi et al.’s study (Available online: https://www.
Ideo.columbia.edu/res/pi/CO2/, accessed on 25 May 2022).

4.2.2. Comparison with Copernican Data

Figure 13 shows the difference between the pH reconstructed by the best BP neural
network model and that obtained by the Copernicus European Observation Program. In
this study, the pH error between the optimal model established by the BP neural network
algorithm and the global marine biochemical products was between 0 and 0.02. The areas
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with significant pH differences between the two occurred in coastal waters, which may
be the result of complex physical, chemical, and biological processes in these waters. In
addition to sea surface temperature, salinity, and productivity, other factors such as nutrient
concentration, upwelling, ENSO, and coastal water inputs were addressed during mod-
elling [38]. However, the model established in this paper was not comprehensive enough
to consider the modeling parameters—in comparison to the physical model established
by Wooton et al. (2008), which was based on a variety of marine physical characteristics,
such as the average sea level, photosynthesis, temperature, upwelling, phytoplankton
abundance, and salinity [13]. This model required fewer parameters and was easy to use.
The method was relatively simple and could accurately analyze the seasonal characteristics
and overall trend of surface seawater pH in the North Pacific.

6. %,

K

175°E 160°W

-0.02 -0.015 -0.01 -0.005 0 0.005 001 0.015 0.02
pH

Figure 13. pH difference between the BP model and Copernican products in the surface water of the
North Pacific in 2016.

4.2.3. Difference between the Measured and Predicted pH Values

To verify the reliability of the best BP neural network model, we compared the pre-
dicted and measured values of three observational time series stations: the KEO in the
Northwest Pacific, the CCE1 along the coast of California, and the Kaneohe coral reef
station. The average ApH (pHpre — pHmea, n = 57) was —0.0008 + 0.0195 pH in KEO,
the average ApH (pHpre — pHmea, n = 26) was —0.0014 + 0.0240 pH in CCE1, and the
average ApH (pHpre — pHmea, n = 37) was 0.0226 + 0.0135 pH in Kaneohe (Figure 14). It
is clear that the ApH of KEO was the smallest, followed by CCE1 and Kaneohe, which
was mainly due to the shallow thermocline of CCE1 and the forcing of stable wind [54].
The pH fluctuation of Kaneohe was mainly caused by the influence of the regional marine
climate on the exchange of coral reef seawater and open-ocean seawater [55]. The ApH in
Hawaii was 0.012 + 0.025, while it was 0.026 4 0.032 in the Northwest Pacific. Nakano et al.
(2005) and Bofeng et al. (2016) found that the ApH was 0.017 % 0.020 pH in the Northwest
Pacific when they studied the spatiotemporal distribution of pH in the Arctic sub-polar
region based on parametric technology, which was in good agreement with the results of
the model reconstruction in this paper [19,22].
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Figure 14. Differences in the predicted and measured pH values at KEO, CCE1, and Kaneohe.

4.3. Application of the Model
4.3.1. Annual Variability

In the past 26 years, the surface seawater pH in the North Pacific decreased from
8.0749 to 8.0402, with a decline rate of 0.0013 yr ~! (Figure 15). This phenomenon is re-
markably similar to the research results of Midorikawa, Dore, Haugan, and Jiang. For
example, Midorikawa et al. (2012) found that the decline rate of surface seawater pH
was 0.0013 = 0.0005 yr~! in summer, and in winter, it was 0.0018 + 0.0002 yr~! in the
25-year time series estimation of carbonate parameters in the North Pacific. Dore et al.
(2009) showed that the surface seawater pH of the Pacific decreased with a trend of
0.0019 & 0.002 yr—! from 1998 to 2007 [56]. Haugan et al. (1996) also showed that pH
changes decreased by 0.0015 units per year due to anthropogenic CO, emissions absorbed
by the ocean [7]. Jiang et al. (2019) found that the decrease in pH observed at several open
ocean time series stations was 0.0018 yr‘1 [51].
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Figure 15. pH curve in the North Pacific from 1993 to 2018.

Through a surface seawater pH analysis in the North Pacific during 1993-1998,
1999-2004, 2005-2011, and 2012-2018 (Figure 16), apparently the pH was found to be
declining; that is, the surface seawater in the North Pacific is continuously experiencing
acidification. Over the years, significant spatial differences were observed in the surface
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seawater pH, exhibiting a general decreasing trend from the northwest to the southeast.
The highest value appeared in the tropical western Pacific, with a pH of about 8.2183-8.1820.
The lowest value appeared in the eastern equatorial Pacific with upwelling, with a pH of
7.9491-7.9600. Gradually, the tropical western Pacific, located in the southern mainstream
of Kuroshio Extension, attained the strongest interannual variation and the highest acidifi-
cation degree, followed by 24° N-36° N, near the Central Pacific. The eastern equatorial
Pacific had the smallest value, and its degree of acidification was not significant [57].

60y, 1993-1998 60y, 1999-2004

2005-2011

Figure 16. pH distribution in different years in the North Pacific.

4.3.2. Seasonal Variations

The surface seawater pH in the North Pacific exhibited aboriginal and stable seasonal
characteristics. The overall pH was as follows: pHyinter > PHspring > PHautumn > PHsummer
(Figure 17). In winter, the SST was low, and the pH was higher than in other seasons.
The pH was high at 24° N-48° N. Additionally, it was higher in the West than in the East.
In spring, with an increase in SST, phytoplankton begins to grow, and the chlorophyll
concentration reaches a maximum; however, it is less than that in winter. The pH exhibited
a downward trend, and the distribution characteristics were similar to those in winter.
In autumn, the SST decreases, and the pH increases in a wide range; its distribution
characteristics are similar to those in winter. Overall, the north and south sides have higher
values than the central sea area, and the pH on the north side is the highest. In summer, due
to the high SST, the upper water mass is stable, the vertical mixing is weak, and the large
volume of phytoplankton in spring consumes part of the surface carbon. The pH in most
of the sea area reaches a minimum value, and the higher values are basically distributed
along the coast. The pH value of surface seawater in summer is much lower than that in
winter, which is mainly affected by sea surface temperature. The sea surface temperature is
negatively correlated with the pH value. The seawater pH in winter is higher than that in
summer because of the sea surface temperature in summer is higher than that in winter. For
example, the studies of Gonzalez-Davila [42], Raven [43], Nakano [19], Shi Qiang [21], and
others confirmed that the pH value decreased when the sea surface temperature increased.
In addition, Midorikawa et al.’s research on the Northwest Pacific Ocean showed that
the contribution rate of seawater temperature rise to the decrease in pH value was about
15% [11].
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Figure 17. Seasonal distribution of surface seawater pH in the North Pacific from 1993 to 2018.

According to the seasonal differences in surface seawater pH in the North Pacific
between 1993 and 2018 (Figure 18), the pH changes in most of the North Pacific were
negative, indicating that the pH was in decline since 1993. From the seasonal variation
range of pH over many years, the acidification degrees of different sea areas in the four
seasons differ. The pH variation value near the East Equator was near or above 0, indicating
that the acidification degree was weak, and the pH fluctuation range of the coastal areas
was larger than that in other sea areas, indicating that the introduction of land sources
accelerated ocean acidification [15]. The pH changes in the near-eastern equatorial region
were the smallest in summer, autumn, and winter, and increased in spring, summer, and
autumn near 40° N—44° N and 150° E-175° E.

Winter
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160°W
[ E— |
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Figure 18. Seasonal differences in surface seawater pH in the North Pacific between 1993 and 2018.
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5. Summary and Conclusions

In this study, the physical and chemical parameters related to surface seawater pH
were used as modeling parameters to compare the reconstruction ability of traditional
linear regression, nonlinear regression random forest, and BP neural network algorithms in
the North Pacific, and the spatiotemporal distribution characteristics were analyzed using
the best model.

Three methods had good reconstruction ability for surface seawater pH in the North
Pacific. The linear regression model had the best simulation accuracy based on SST, Chl-a,
and pCO;; the random forest regression model had the best simulation accuracy based on
SST and pCO,; and the BP neural network model had the best simulation accuracy based
on SST, SSS, Chl-a, and pCO,.

Comparing the RMSE and fitting coefficients of the three best models, it was evident
that the BP neural network model was better than the linear regression model and random
forest model, with strong applicability in spring, summer, autumn, and winter.

The pH was affected by many environmental factors; it was negatively correlated with
pCO; and SST, positively correlated with SSS and Chl-a, and primarily affected by the CO,
exchange process at the sea—air interface. In addition, the application of the best model in
this study found that sea surface pH exhibited obvious interannual and seasonal variations.
Over the past 26 years, the pH in the North Pacific was decreasing at a rate of 0.0013 yr—!,
with a distribution trend of high in the northwest and low in the southeast. The pH in
winter was higher than that in summer; in winter, it was higher at 20° N-48° N and higher
in the West than in the East. In summer, the northern and southern sea areas had higher
values than the central sea areas, with the northern sea area having the highest value.

The model established in this paper was consistent with existing studies in terms of
both seasonal and spatial distributions. However, due to the influence of complex physical,
chemical, and biological processes, the reconstruction error of seawater pH in coastal waters
was large. In addition to considering the temperature, salinity, and productivity used in
this study, the effects of nutrient concentration, upwelling, ENSO, and other factors in
modeling should be researched in the future.
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