

  water-11-00339




water-11-00339







Water 2019, 11(2), 339; doi:10.3390/w11020339




Article



Water Quality Evaluation of the Yangtze River in China Using Machine Learning Techniques and Data Monitoring on Different Time Scales



Zhenzhen Di, Miao Chang * and Peikun Guo





School of Environment, Tsinghua University, Beijing 100084, China









*



Correspondence: changmiao@tsinghua.edu.cn; Tel.: +86-10-62780478







Received: 26 December 2018 / Accepted: 12 February 2019 / Published: 16 February 2019



Abstract

:

Unlike developed countries, China has a nationally unified water environment standard and a specific watershed protection bureau to perform water quality evaluation. It is a major challenge to assess the water quality of a large watershed at a wide spatial scale and to make decisions in a scientific way. In 2016, weekly and real-time data for four monitoring indicators (pH, dissolved oxygen, permanganate index, and ammonia nitrogen) were collected at 21 surface water sections (sites) of the Yangtze River Basin, China. Results showed that one site had a relatively low Site Water Quality Index and was polluted for 12 weeks meanwhile. By using expectation-maximization clustering and hierarchical clustering algorithms, the 21 sites were classified. Variable spatiotemporal distribution characteristics for water quality and pollutants were found; some sites exhibited similar water quality variations on the weekly scale, but had different yearly grades. The results revealed polluted water quality for short periods and abrupt anomalies, which imply potential pollution sources and negative effects on water ecosystems. Potential spatio-temporal water quality characteristics, explored by machine learning methods and evidenced by time series and statistical models, could be applied in environmental decision support systems to make watershed management more objective, reliable, and powerful.
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1. Introduction


Water quality evaluation is commonly based on water environment standards (WESs). In developed countries such as the United States, member states of the European Union, Australia, and Japan, the local WESs in specific states or territories are based on a national unified Water Quality Criteria (WQC). China, however, has a nationally unified WES, but without WQC [1,2]. Moreover, in developed countries, water quality assessment is enforced by local government in specific states or territories [1,3], while, in China, water quality evaluation is performed by a specific watershed protection bureau [4,5]. An example is the Yangtze River Water Resources Protection Bureau, which is responsible for a large river basin that extends across almost the entire width of the country. Due to the way water quality management is organized in China, it is a difficult challenge for the central government of China to assess the water quality on a large spatial scale and to make decisions in a scientific manner.



Various research methods have been used for water quality evaluation; most are based on water quality models and specific software with complicated calculations and diverse indices [6,7,8,9,10,11]. The objectives of these methods are to predict contaminant flux, concentration, and yield in streams, and to evaluate alternative hypotheses regarding important contaminant sources and watershed properties that control transport over large spatial scales. However, there is no unified model available for the Chinese government to make decisions regarding large watershed management [12]. Local governments have a variety of environmental models that they can choose from, and may select diverse models that do not allow meaningful comparisons with the results of models chosen in other areas [13]. Even in the same area, different departments of the same local government use different models with diverse data to assess the water quality of the same river basin, resulting in a huge amount of variability in the water quality evaluation reports, which often fail to reach the same conclusion [3,4].



Thanks to the increased collection and use of data, data-driven approaches have been playing an increasingly important role in water management [14]. Statistical and numerical models enable environmental decision support systems (EDSS) to be more reliable and powerful in coping with real-world environmental systems [15]. Real-time data are widely used in urban water management and by water utilities in developed countries [16,17,18,19,20], but rarely in rural watershed management, especially in large watershed management [21,22]. In China, the rapidly growing economy and population is generating widely distributed polluted surface water throughout the country. Thus, there is an increasing need for online data for large watershed management to meet the objectives of early warning monitoring of surface water quality, and for monitoring and control of total pollutant discharge of pollution sources [23]. Online monitoring stations with automatic analyzers for water quality have been increasingly used across China [3]. The real-time data contain four main indicators for water quality assessment: pH, dissolved oxygen (DO), permanganate index (CODMn), and ammonia nitrogen (NH3–N). The most important parameters affecting the health of aquatic ecosystems, fish mortality, odors, and other aesthetic qualities of surface waters are pH, DO, and ammonia [24]. The permanganate index is a convenient and quick measure of the chemical oxygen demand (COD). The index indicates the amount of oxygen consumed when a substance in water is oxidized by a strong chemical oxidant and is applicable to the determination of organic pollution in surface water [25,26,27].



Cluster algorithms are proven machine learning models which have been broadly used, from gene expression data in biology to stock market analysis in finance, but rarely applied in water environment management because of a lack of data [28]. Hierarchical agglomerative cluster analysis has been used to analyze high-dimensional data [29,30]. The expectation-maximization clustering algorithm can be effectively used to analyze low-dimensional data, especially when the only available data for training a probabilistic model are incomplete [31,32]. Therefore, the present study used weekly and real-time monitoring data for four indicators (pH, DO, CODMn, and NH3–N) from 21 sites of the national monitoring program of the Yangtze River Basin (YRB) collected during 2016. The Site Water Quality Index (SWQI), hierarchical clustering, and expectation-maximization clustering algorithms and time-series analyses, were used to: (a) Rank the water quality of sites, (b) classify the spatiotemporal distribution characteristics of the water quality of sites, (c) explore the spatiotemporal variation characteristics of the pollutants, and (d) discover short-period polluted conditions and abrupt abnormal events. The aims of the study were to develop numeric methods with water quality data monitoring on different time scales and to make watershed management more objective, reliable, and powerful.




2. Material and Methods


2.1. Study Area and Monitoring Sites


The Yangtze River, which is 6380 km long, is the longest river in Asia and the third-longest in the world. The river flows entirely within one country, drains one-fifth of the land area of the People’s Republic of China and its river basin is home to nearly one-third of the country’s population [33,34]. In 2014, China made the development of the Yangtze River Economic Belt a national strategy. The economic belt, which accounts for more than 40 percent of both the national population and GDP, was built stretching from Southwest China’s Yunnan province to Shanghai in the east and was expected to boost development in riverside regions and provide new growth stimuli for China’s slowing economy and, meanwhile, placed environmental protection and restoration as a paramount task [35,36]. The Yangtze originates from the Tuotuo on the southwestern slopes of the snow-draped Geladandong Mountains in the Tanggula Mountains on the Tibetan Plateau at about 6000 m elevation (33°28′ N, 91°08′ E). The Yangtze flows west to east across three major morphological surfaces in China into the East China Sea, with the main river past the 11 provinces (alternatively, autonomous regions or municipalities) of Qinghai, Tibet, Yunnan, Sichuan, Chongqing, Hubei, Hunan, Jiangxi, Anhui, Jiangsu, and Shanghai, and with the tributaries past the eight provinces (or autonomous regions) of Gansu, Shaanxi, Guizhou, Henan, Guangxi, Guangdong, Fujian, and Zhejiang. The Yangtze drains a basin of about 1.80 million km2 ranging from 24°30′ N to 35°45′ N of an about 1000-kilometer length (from south to north) and from 96°33′ E to 122°25′ E of an over 3000-kilometer length (from west to east) [33].



There are 21 surface water sections (sites) with real-time monitoring systems under the national monitoring program in the Yangtze River Basin (YRB) (see Figure 1). These sites are mainly on the main river of the YRB, located in the nine provinces (or municipalities) of Sichuan (five SC sites), Chongqing (one CQ site), Guizhou (one GZ site), Hunan (five HuN sites), Hubei (three HB sites), Henan (one HeN site), Jiangxi (two JX sites), Anhui (one AH site), and Jiangsu (two JS sites), and in the thirteen tributaries of the YRB. From west to east (according to the longitudes of the sites), the 21 sites were coded as followed (Table 1): Site SC1, Site SC2, Site SC3, Site SC4, Site GZ1, Site CQ1, Site SC5, Site HB1, Site HB2, Site HeN1, Site HuN1, Site HuN2, Site HuN3, Site HuN4, Site HuN5, Site HB3, Site JX1, Site JX2, Site AH1, Site JS1, and Site JS2. The first seven sites are located in the upper reaches of the YRB, and the last three are located in the lower reaches of the YRB. The others are located in the middle reaches of the YRB, except Site HB1, located at the exit of the Three Gorges Reservoir, where the Three Gorges Dam, the world’s largest power station in terms of installed capacity (22,500 MW) and whose construction was completed in 2009 [37], is located.




2.2. Monitoring Methods and Data Sources


Weekly data and real-time data of monitoring indicators at the 21 sites of the YRB in 2016 came from China National Environmental Monitoring Centre. Weekly data were collected from the weekly reports on automatic monitoring data of national water quality (http://www.cnemc.cn/sssj/szzdjczb/) and real-time data were collected from the publishing system of real-time automatic monitoring data of national surface water quality (http://58.68.130.147/#) [38,39]. The monitoring indicators included pH, dissolved oxygen (DO), permanganate index (CODMn), and ammonia nitrogen (NH3–N). The monitoring frequency of one weekly sample is a week and the monitoring frequency of one real-time sample is four hours.




2.3. Water Quality Indices and Statistical Analysis


2.3.1. Water Quality of SWQI and Grades


City Water Quality Index (CWQI), quoted from Technical Regulations of Urban Surface Water Quality Ranking (on trial) (MEP General Office [2017] No.51) [40], is built to reflect the condition of the whole city surface water environment. The method is universal, operable, and comparable [41]. The CWQI was brought to assess and rank site water quality, and named as the Site Water Quality Index (SWQI). The yearly average values of the monitoring indicators were calculated first, then SWQI (i) (i for a specific monitoring indicator) and finally SWQI of a specific site was reached. The calculation methods are as follows:



As for the monitoring indicators such as permanganate index and ammonia nitrogen, SWQI (i) is given by


SWQI (i) = C (i)/Cs (i)



(1)




where C (i) is the yearly average value of the monitoring indicator i, Cs (i) is the polluted standard limit of Level III of the monitoring indicator I (No. GB3838-2002, Table 2) [2].



For DO, SWQI (i) is given by


SWQI (DO) = Cs (DO)/C (DO)



(2)




where C (DO) is the yearly average value of DO concentration, and Cs (DO) is the polluted standard limit of Level III of DO (No. GB3838-2002, Table 2) [2].



For pH, when pH ≤ 7, SWQI (i) is given by


SWQI (pH) = (7.0 − pH)/(7.0 − pHsd)



(3)







When pH > 7, SWQI (i) is given by


SWQI (pH) = (pH − 7.0)/(pHsu − 7.0)



(4)




where pHsd is the lower standard limit of the normal water quality and pHsu is the higher standard limit of the normal water quality (No. GB3838-2002, Table 2) [2].



Based on the SWQIs above, SWQI of a specific site is given by


  SWQI =   ∑   i = 1  n  SWQI  ( i )   



(5)




where SWQI (i) is the SWQI of the monitoring indicator i, and n is the total number of the monitoring indicators. Water quality of the 21 YRB sites was ranked by SWQI, where higher SWQI meant worse water quality and ranked lower.



The yearly and weekly water quality grades of the 21 sites were determined by the Environmental Quality Evaluation Methods for Surface Water in China (on trial) (MEP General Office [2011] No.22) [42] with single indices calculated by the monitoring indicators, combined with the standard limits and water quality levels in the No. GB3838-2002 document (Table 2), the comprehensive water quality of one site in one specific period was defined by the worst quality level of the four indicators and graded into six levels: Grade Ⅰ, Grade Ⅱ, Grade Ⅲ, Grade Ⅳ, Grade Ⅴ, and Grade inferior to Ⅴ. Water quality of one specific period at one site with the water level worse than the Ⅲ level (also PSL) is identified as being polluted in that period at that site, i.e. one polluted week of the site. The ratio of unpolluted weeks at one site was calculated by (100% - the ratio of polluted weeks) at that site. The index/indices with values in the ranges of the polluted conditions were defined as the main pollutant index/indices.




2.3.2. Statistical Analysis


Coefficient of Variation


The coefficient of variation (CV) is a normalized measure of the uncertainty of these indicator values and calculated in a given year as the standard error of the indicator [StdErr (Indicator)] divided by the indicator value (observed indicator value) [43]:



As for the four monitoring indicators, the yearly CV (i) is given by


CV (i) = StdErr (i)/C (i)



(6)




where StdErr (i) is the standard error of the monitoring indicator i of weekly values, and C (i) is the yearly average value of the monitoring indicator i.




Clustering Analyses


In this study, hierarchical agglomerative cluster (HC) analysis was performed on the normalized data set by Ward’s method, using squared Euclidean distances as a measure of similarity [44]. Ward’s method looks for clusters in multivariate Euclidean space, the reference space in multivariate ordination methods and, particularly, in principal component analysis. The number of clusters, K, of the HC algorithm was determined by the multi-index method in which 30 indices determine the number of clusters in a data set and the best clustering scheme from different results is also offered [45]. The expectation–maximization (EM) clustering algorithm, an iterative method to find maximum likelihood or maximum a posteriori (MAP) estimates of parameters in statistical models and, depending on unobserved latent variables [32,46], was chosen to classify the water quality of the 21 sites in YRB with the Bayesian Information Criterion (BIC) selected as the model identification criteria [32]. Classification of the 21 sites in the YRB had done by three EM algorithms and five HC algorithms (Table 3). The EM_Class_Y classifications represented the clustering results from the EM algorithm with data of the yearly average values of the four monitoring indicators (EM_Y Method). The EM_Class_R classifications represented the clustering results from the EM algorithm, based on data of yearly SWQI (i)s and ratios of unpolluted weeks (EM_R Method). The EM_Class_CVR classifications represented the clustering results from the EM algorithm, based on data of ratios of unpolluted weeks and CVs of weekly data of the monitoring indicators (EM_CVR Method). The HC_Class_Y classifications represented the results from the HC algorithm, based on data of the yearly average values of the four monitoring indicators (HC_Y Method). The HC_Class_pH classifications represented the clustering results from the HC algorithm, based on data of weekly average values of pH (HC_pH Method). The HC_Class_DO classifications represented the clustering results from the HC algorithm, based on data of weekly average values of DO (HC_DO Method). The HC_Class_COD classifications represented the clustering results from the HC algorithm, based on data of weekly average values of CODMn (HC_COD Method). The HC_Class_NH classifications represented the clustering results from the HC algorithm, based on data of weekly average values of NH3-N (HC_NH).




Correlation Analyses


The temporal relationship between the weekly means and daily means of the four indicators at different sites were performed by Spearman Correlation. Significance levels are reported as non-significant (no signs, p > 0.05) or significant (*, p < 0.05; **, p < 0.01; ***, p < 0.001).



The statistical analyses above were done by the Microsoft Excel 2016 and the clustering models were implemented by the RStudio (Version 1.0.153 with R 3.4.1).







3. Results


3.1. Water Quality Indices and SWQI Ranking of Sites in the YRB


According to government document No. GB3838-2002, the pollution standard limit of Level Ⅲ (PSL (Ⅲ)) for pH, DO, CODMn, and NH3–N are 6–9, 5, 6, and 1, respectively. In 2016, the yearly means of the four monitoring indicators of the 21 sites in 2016 all met the pollution standards (Table 4). However, the CODMn maximums for the weekly means for Sites CQ1, GZ1, and SC5 exceeded the PSL of 6 mg L−1 and were 6.5, 6.8, and 8.3 mg L−1, respectively. The maximums of the NH3–N weekly means for six sites exceeded the PSL of 1 mg L−1; the highest value was 2.88 mg L−1 at Site HuN1. The minimums of the DO weekly means for Sites HuN3, HuN4, HB3, JS2, GZ1, and JS1 fell below the PSL of 5 mg L−1; the values were 2.69, 3.82, 4.08, 4.34, 4.59, and 4.75 mg L−1, respectively.



The coefficient of variations (CVs) of the weekly values of NH3-N, CODMn, DO, and pH ranged between 0.23–1.81, 0.13–0.64, 0.09–0.26, and 0.01–0.10, respectively. The maximum CV was CV (NH3–N) for Site SC1. The maximum CV (CODMn) weekly values were at Site GZ1. The CV (DO)s and CV (pH)s were relatively low (Table 4).



Sites HuN2, SC4, and GZ1 had the highest SWQIs (Figure 2), while Sites HuN4, HB1, and SC3 had the lowest SWQIs. Moreover, Sites SC5, HeN1, and JX1 had the lowest SWQI (NH3–N)s; Sites HuN2, SC1, and SC5 had the lowest SWQI (CODMn)s; and Sites HuN1, HeN1, and SC1 had the lowest SWQI (DO)s.




3.2. Water Quality Grades and Main Pollutants of the YRB Sites


According to the weekly grade assessment results, the Sichuan (SC) sites had more weeks with good water quality than the Hunan (HuN) sites (Figure 3). In 2016, there was only one week with water pollution at the SC sites, while there was about one quarter of the 53 weeks with polluted water at the HuN sites. DO was the main pollutant index at the two HuN sites (Site HuN3 and Site HuN4), the two Jiangsu sites (Site JS1 and Site JS2), and Site HB3 in Hubei Province. In the second half of 2016, pollution by ammonia nitrogen occasionally occurred in some sites in Sichuan, Guizhou, and Hunan provinces. The permanganate index was the main pollutant index at Site GZ1 from the 43rd to the 51st weeks, at Site CQ1 in the 29th week, and at Site SC5 in the 5th week.




3.3. Clustering Analysis of Water Quality at the YRB Sites


3.3.1. Clustering Algorithms vs Single Indices Based on Yearly Monitoring Data


HC and EM clustering, based on yearly average values of the four monitoring indicators, generated different classification results for the 21 sites in the YRB.



HC clustering classified the sites into three classes: HC1, HC2, and HC3 (Figure 4). The HC1 class included four sites in Hunan Province, three sites in Sichuan Province, and one site in Hubei Province. The HC2 class included ten sites in the eight provinces, across the entire geographical span of the YRB. The HC3 class included Sites JS1, CQ1, and SC4. When compared with the grade results from the single-index evaluation methods in the government literature, the Grade I sites belonged to the HC1 class; Grade II were associated with all three HC classes; and Grade III sites belonged to the HC3 class.



Based on the EM clustering results (Figure 5), the 21 sites were classified into five EM algorithm classes: EM1, EM2, EM3, EM4, and EM5. Compared with the grade results from the single-index evaluation methods in the government literature, the EM1 class contained a Grade 1 site (Site SC5) and Grade II sites (Sites JX1, HB2, HeN1, and JS2). The EM2 sites (Sites CQ1, JS1, GZ1, and SC4) and the EM4 sites (Sites AH1 and JX2) belonged to Grade II. The EM5 class had relatively high annual averages of NH3-N and relatively low annual averages of DO, and contained Grade II sites (Sites SC2, HB3, HuN4, and HuN3) and one Grade III site (HuN2).



Overall, the EM3 sites belonged to the HC1 class. The EM2 and EM4 sites belonged to the HC2 class. Some EM1 sites belonged to the HC1 class (Sites SC5, HB2, and HeN1) and some EM1 sites belonged to the HC2 class (Sites JX1 and JS2). The HC3 sites belonged to the EM5 class (Sites HuN2, HuN3, and HuN4).




3.3.2. Pollution Characteristics Using EM Clustering for Yearly and Weekly Monitoring Data


The yearly SWQI(i)s of the four monitoring indicators and ratios of unpolluted weeks were chosen as the input data for EM clustering (see Figure 6A–C). The ellipsoidal equal volume and shape model (EEV) with five components (Mclust EEV (K = 5) model) was the best model, based on the BIC criterion. This model had the largest BIC value (323.3296) and log-likelihood (289.5348). According to the Mclust EEV (K = 5) model, six sites in four provinces were classified in the EM1 class, five sites of five provinces were classified in the EM2 class, four sites of three provinces were classified in the EM3 class, two HuN sites were classified in the EM4 class, and four sites of four provinces were classified in the EM5 class. According to the Mclust EEV (K = 5) model, the EM1 class represented a relatively high ratio of unpolluted weeks and a relative large SWQI (pH) and small SWQI (DO), SWQI (CODMn) and SWQI (NH3–N). The EM2 class represented a relatively high ratio of unpolluted weeks and a relatively small SWQI (NH3–N) and medium-level of SWQI (DO), SWQI (pH) and SWQI (CODMn). The EM3 class represented a relatively high ratio of unpolluted weeks and a relatively small SWQI (DO), SWQI (CODMn), and SWQI (NH3–N). The EM4 class represented a low ratio of unpolluted weeks and a relatively large SWQI (DO) and low SWQI (pH) and SWQI (CODMn). The EM5 class represented a relative high ratio of unpolluted weeks and a relatively large SWQI (CODMn) and SWQI (NH3–N).



The yearly CV (i)s of the four monitoring indicators and ratios of unpolluted weeks were chosen as the input data of EM clustering (Figure 6D–F). The ellipsoidal equal volume and shape model (EEV) with five components (Mclust EEV (K = 5) model) was the best model based on the BIC criterion, with the largest BIC value of 259.2801 and log-likelihood of 257.51. According to the Mclust EEV (K = 5) model, five sites of four provinces were classified into the EM1 class, six sites of five provinces were classified into EM2 class, five sites of four provinces were classified into EM3 class, two HuN sites were classified into EM4 class, and three sites (Sites HeN1, HuN2, and JX2) of Hunan and Jiangxi provinces were classified in the EM5 class. According to the Mclust EEV (K = 5) model, the EM1 class represented a relatively high ratio of unpolluted weeks and relatively large CV (NH3–N)s. The EM2 class represented a relatively high ratio of unpolluted weeks and relatively small CVs of the four indices. The EM3 class represented a relatively high ratio of unpolluted weeks and relatively large CV (DO)s The EM4 class represented a low ratio of unpolluted weeks and relatively large CV (DO)s. The EM5 class represented a relatively high ratio of unpolluted weeks and relatively large CV (pH)s.



When the classification results from three EM clustering algorithms (Figure 7) are compared with the grade and SWQI results (see Section 3.3.1), the site with the highest SWQI and the highest grade is the same (Site HuN2) and has three EM classes (EM_Class_Y 5, EM_Class_R 5, and EM_Class_CVR 5). Site SC2 had the same EM_Class_Y and EM_Class_R as Site HuN2, but had different grades. Similar results occurred at Sites JX2 and HuN2, clustered in the same EM_Class_R and EM_Class_CVR yet with different grades, and at Sites JS2 and HuN2 clustered in the same EM_Class_R yet with different grades. Sites HB3 and AH1 shared the same classes of the three EM clustering models (EM_Class_Y 4 EM_Class_R 2, EM_Class_CVR 3) also with the same water quality grade (Grade II) and close SWQIs. The same qualities occurred at the two HuN sites (Sites HuN4 and HuN3) on the middle reaches of the YRB, which classified in the same clusters of the three EM clustering models, also at Sites JX1 and HB2, Sites SC3 and HuN5, Sites JS1 and SC4. Sites HB1 and HuN1 shared the EM_Class_Y 3, EM_Class_R 3 and EM_Class_CVR 1, but had different grades (Grade I and Grade II, separately). Sites HeN1 and SC5 both belonged to the EM_Class_Y 1 and EM_Class_R 1, but were in different classes of the EM_Class_CVR model and different grades.




3.3.3. Temporal Distribution Characteristics Using HC Clustering and Weekly Monitoring Data


By different hierarchical clustering algorithms, the 21 sites were classified into three HC_Y clusters, three HC_Class_pH clusters, four HC_Class_DO clusters, two HC_Class_COD clusters and two HC_Class_NH clusters (Figure 8). When compared with the classification results from the five EM clustering algorithms with the grade and SWQI results mentioned earlier, the two HuN sites (Sites HuN4 and HuN3) had the same classes for the five hierarchical algorithms with the same grade. Site HuN2 had the same classes for the HC_Class_Y and HC_Class_COD models as Sites HuN3 and HuN4 but had different classes for the other three models. Sites HeN1, SC1, HB2, and Site SC5 had the same classes of the five HC models with the same water quality grade, except for Site SC5, which was Grade Ӏ. Sites SC3 and HB1 had the same classes for the five HC models and similar SWQIs with different grades, Grade Ӏ and Grade Ⅱ respectively. Sites HuN1 and HuN5 belonged to the same HC_Class_Y, HC_Class_COD and HC_Class_NH but had different classes for the HC_Class_DO and HC_Class_pH models. Sites JS2, JX1, and Site AH1 had the same classes for the five HC models with the same grades, as did Sites JS1 and SC4. Sites HB3 and CQ1 belonged to different classes of the HC_Class_pH model but shared the same classes for the other four HC models and shared the same grade. Sites JX2, SC2, and GZ1 shared the same classes for the HC_Class_Y and HC_Class_COD models but had different classes of the other HC models.





3.4. Real-Time Series Analyses of the YRB Sites


The pH time series indicated the presence of acid-polluted water at Sites HuN4 and HuN3 in February 2016 and Site JX2 from April to July of 2016. Alkali-polluted water was mainly detected at Site GZ1 in December 2016, at Site HuN2 in September and October of 2016 and at Site SC1 in July and August of 2016 (Figure 9A).



The DO time series indicated that in June, July, and August of 2016 there were monitoring values below the lower limit of Grade Ⅴ of 2 mg L−1 at Sites CQ1, HuN3, and Site JS2. At Site HuN4, DO concentrations below the PSL(Ⅲ) of 5 mg L−1 occurred frequently from March to December of 2016 (Figure 9B). Overall, there were the similar pollution and fluctuation characteristics of DO between Site HuN3 and Site HuN4.



At two of the Hunan Province sites (Sites HuN1 and HuN3), water pollution, indicated by CODMn values in excess of 6 mg L−1, occurred frequently from April to June of 2016. There were monitoring values over 6 mg L−1 at Site GZ1 from October to December of 2016. There were occasional monitoring values over 6 mg L−1 at the two Sichuan Province sites (SC2 and SC4) (Figure 10A). Site SC5 had only one CODMn value over 40 mg L−1 on 26 January, which caused the weekly average to be higher than the Grade V limit of 15 mg L−1 (see Section 3.2) and much higher than the pollution limit of 6 mg L−1. The other indicators indicated no pollution at Site SC5 (Figure 10B). During February 2016, at Site HuN4, two monitoring values of CODMn exceeded the PSL (on 24 and 25 February), and 34 monitoring samples had a pH lower than 6 (from 7 to 16 February) (Figure 10C).



Nearly half of the monitoring samples for June 2016 at Site HuN3 exceeded the Grade V limit of 2 mg L−1, and some monitoring samples had high NH3–N concentrations of over 1 mg L−1 throughout the year at this site, except for May. NH3–N values exceeded the polluted limit of 1 mg L−1 in most of the months, except for February and November. In December of 2016, there were ten sites with high NH3–N concentrations of over 1 mg L−1 (Figure 11A). When looked at in more detail, there were 52 monitoring samples with NH3–N concentrations above 1 mg L−1 and 66 with DO concentrations below 5 mg L−1 at Site HuN3 in June 2016; DO and NH3–N were the main indicators of polluted water quality after 11 June (see Section 3.2). The CODMn values were constant, at 10.07 mg L−1, from 1 June to 17 June, which suggests that the monitoring devices were malfunctioning (Figure 11B). In October 2016, at Site HuN2, the NH3-N concentrations exceeded 8 mg L−1 for 9 days and the pH exceeded 9 for some of the days (Figure 11C).




3.5. Temporal Correlation Analyses between Different Sites


Results from Spearman Correlation analyses (Figure 12, most data were abnormally distributed) showed temporal correlations between each two of the weekly and daily means of the four indicators through 2016 at Sites HuN3 and HuN4. The pH values, in weeks, had a significantly positive correlation between Sites HuN3 and HuN4 (Spearman coefficient, 0.32; p < 0.05). CODMn and NH3–N in weeks had a significantly positive correlation at Site HuN3 (Spearman coefficient, 0.38; p < 0.01), while NH3–N and DO in weeks had a significantly positive correlation at Site HuN4 (Spearman coefficient, 0.38; p < 0.05). The four indicators in days at Sites HuN3 and HuN4 had more significant correlations between each other than those in weeks. Different from the correlation result of weekly means, DO daily means were significantly positively correlated between Sites HuN3 and HuN4 (Spearman coefficient, 0.34; p < 0.001), while CODMn daily means were significantly negatively correlated between the two sites (Spearman coefficient, −0.13; p < 0.05). NH3–N and DO daily means were significantly negatively correlated at Site HuN3 (Spearman coefficient, −0.24; p < 0.001), while they were significantly positively correlated at Site HuN4 (Spearman coefficient, 0.17; p < 0.01). The pH daily means had significantly negative correlations with DO and NH3–N daily means at Site HuN4, but had a significantly positive correlation with CODMn daily means. Different from Site HuN4, the daily means of pH had a significantly negative correlation with those of CODMn at Site HuN3.





4. Discussion


4.1. Limitation of SWQI and Yearly Data for Water Quality Evaluation


When compared with other basins in the YRB, the ratios of the river lengths meeting the Grade Ⅲ water quality were relatively low, less than 80% in the basins of the Minjiang and Tuojiang River (the upper reaches of the YRB in Sichuan Province), the Wu River (the lower reach of the YRB in Jiangxi Province), and the Taihu Lake (the lower reach of the YRB in Jiangsu Province) [4]. This agreed with the SWQI results of the SC Sites with relatively high SWQIs and relatively bad water quality, but disagreed with the SWQI results of the JX and JS sites. Overall, SWQIs calculated from yearly data did not successfully capture the true water situation throughout the year.



First, low SWQIs failed to indicate good water quality. For example, Site HuN4, ranked in the top three for SWQI, had twelve polluted weeks with a DO lower than the PSL value of 5 mg L−1; this was not captured by the yearly SWQI. Although the sites in Hunan Province (with relatively high yearly SWQIs) ranked before the sites in Sichuan Province (Figure 2), it is not reasonable to conclude that the Hunan water quality was better than the Sichuan water quality. Results from the weekly quality levels revealed that the sites in Hunan Province have worse water quality than those in Sichuan Province. This may be because the Hunan Province has fewer waste water treatment plants, and, in 2016, had smaller amounts of waste water that were treated, and smaller volumes of waste water that were recycled and reused. Thus, more waste water may have been input into the surface water [47].



Second, not all the monitoring indicators were suitable for ranking the water quality. Site HB3 had six polluted weeks when DO was identified as the main pollution index, but had a lower SWQI (DO) than Site HB1, which had no polluted weeks. This occurred because, in normal situations, DO is always supersaturated in water. The more highly supersaturated DO failed to indicate better water quality, as the DO levels were was mainly related to temperature and atmospheric factors, such as atmospheric temperature and wind speed [48,49]. Although DO supersaturation has little relationship with the polluted water quality, low concentrations of DO are associated with polluted water, and continuously low concentrations of DO in water can cause the water to have a black color and/or unpleasant odors [50]. The SWQI (pH) differences could not be used to account for pollution levels at different sites because the yearly pH means were all in the unpolluted range. Only the SWQI (i)s, calculated from monitored data, indicating polluted conditions, were meaningful for water quality ranking. If a single SWQI (i), calculated from different indicators, is used for the SWQI, it should have different weights for the different indicators.



The Report on the State of the Environment in China for 2016 concluded that the YRB had satisfactory water quality, and none of the 510 water sections in the national monitoring program failed to meet the Grade V standard [3]. However, in 2016, there were several weeks with poor water quality that failed to meet the Grade V standard at some sites in Sichuan and Hunan provinces. The main pollutant was NH3–N (Figure 3). It is suggested that the polluted weeks should be given more attention when considering potential pollution sources and the possible negative effects on water ecosystems.




4.2. The Application of Multiple Classifications and Correlations for Water Quality Evaluation


Water quality at Site HuN2 was assessed as Grade Ⅲ according to the yearly report and annual averages and was the worst site in the YRB in 2016, but belonged to the same clusters of HC_Class_Y 3 and EM_Class_Y 5 as two other HuN sites (Sites HuN3 and HuN4). Although there were only one or two weeks of polluted conditions at Sites SC2 and HuN2, they were classified in the EM5 class as Sites HuN4 and HuN3, due to of the relatively high yearly mean of ammonia nitrogen.



Unlike other clustering algorithms, the EM algorithm with the maximum likelihood method assesses the quality of a statistical model, based on the probability that it assigns to the observed data [32,51]. The 21 sites were classified into more classes by EM clustering than by HC clustering based on the annual averages of the four monitoring indicators. More than one statistical method should be used to give more perspectives of water quality, in order to explore different pollution conditions at different sites and to highlight the geographical pollution characteristics of a specific river basin.



With more polluted weeks than other sites in 2016, two sites in Hunan province (Sites HuN4 and HuN3) on the middle reaches of the YRB had the same clusters regardless of which EM or HC models were used, which were also evidenced by the real-time series analyses (see Section 3.4) and the temporal correlation analyses (see Section 3.5). This implies that they had the same polluted characteristics and low DO monitoring values, probably because of their close spatial positions and similar sources of pollution, although they were located on different tributaries of the YRB, the Xiangjiang River for Site HuN4 and the Zishui River for Site HuN3. Site SC1 (located in the upper reaches of the YRB), Site HB1 (located at the Three Gorges Dam), and Site HN1 (located in the middle reaches of the YRB) shared the same EM_Class_CVR and most weekly-data HC models. This implies that they had the same weekly water quality variations throughout 2016, although they had different yearly grades. The similar results also occurred at Site HeN1 in Henan Province and Site SC5 in Sichuan Province shared the same classes of the EM and HC models.



Machine learning methods, such as hierarchical clustering or expectation-maximization clustering algorithms, can solve the incapability of supervised classification on avalanche of data, using unsupervised approaches to extract knowledge from huge datasets [28]. The clustering results, based on real-time and weekly monitoring data of water quality, are free of subjectivity and have no need for other complex data inputs, could easily be applied to water quality evaluation. These methods would enable feasible and comparable implementations and provide scientific supports for the watershed decision-makers to assess spatiotemporal pollution characteristics and to determine the pollution sources.




4.3. Necessity of Real-time Monitoring for Water Quality Interpretation


Real-time data indicated poor water quality in terms of DO at Site CQ1 in June, July, and August of 2016, and at Site HuN4 in March and April of 2016. This poor water quality was not identified by the weekly or yearly data. Ambient dissolved oxygen concentrations lower than 4 mg L−1 within one day can harm aquatic life in freshwater [52]. Water pollution by ammonia nitrogen occurred for a few days at Site HN2 in October 2016 and at Site GZ1 in December 2016. This pollution, however, was not indicated by the weekly or yearly data, but could harm aquatic life. Freshwater ecosystems can be harmed if the total ammonia nitrogen concentration, kept as high as 8 mg L−1 just for only a few (~four) days. If the ammonia nitrogen concentration increases, the pH of the water might exceed 8, resulting in greater toxicity [53]. However, this short-term pollution cannot be identified from an analysis based only on weekly data. Real-time monitoring showed that high CODMn levels occurred from April to June of 2016 at Site HuN3 in Hunan province, but were not indicated by the weekly or yearly data. Higher CODMn for a short period of a few days indicates organic pollution risk threatening the ecosystem [27]. Site HuN4 had a pH lower than 6 from 7 to 16 February, which was not indicated by the weekly or yearly data. This short period of acidic conditions may harm aquatic life if pollutants, such as heavy metals, are present [54].



Although there was one CODMn value over 40 mg L−1 at Site SC5 in January 2016, resulting in polluted condition assessment for the fifth week of the year, it is unreasonable to reach this conclusion from just one unusual value, and special attention should be paid to identify possible causes. Moreover, this site shared the same clusters with Site HeN1, where there were no pollution conditions throughout 2016. Therefore, it was not justified to classify the surface water at this site in the fifth week of 2016 using the weekly mean of the CODMn value without considering the possible causes of this anomaly, such as the incorrect functioning of monitoring devices or unusual pollution behavior.



As the temporal resolution of data increased, the correlations between different indicators at the same site or the same indicators between different sites grew more significant and more potential relationships between pollution from different sources could be found. Therefore, yearly reports of water quality in each river basin provided a general overview. Analysis of real-time data, however, gave a detailed depiction of short-term pollution or abrupt unusual events that might imply potential pollution sources and negative effects on water ecosystems. Thus, analysis of real-time data can assist the watershed decision-makers in water quality supervision and management.





5. Conclusions and Prospects


Surface water usually has supersaturation of dissolved oxygen and a pH that fluctuates over a normal range. Thus, the misconception can arise that water with lower yearly SWQI (DO) and SWQI (pH) values is of better quality. A single SWQI (i), calculated from different indicators, should use different weights to rank water quality. Other monitoring indicators, such as nutrients, heavy metals, and toxic organic chemicals, are recommended for ranking water quality from a more complete perspective [55,56].



Two machine learning methods (EM and HC) were chosen, and monitoring and statistical data on different time scales were used to classify 21 YRB sites to explore the different characteristics of water quality at different surface water sections. This provided new insights into combining water quality monitoring indices and statistical methods for exploring spatiotemporal water quality characteristics and tracing potential pollution sources. These methods can be easily used in local watershed management. The methods can be embedded in computerized environmental decision support systems (EDSS).



There were geographical similarities in the classifications of the water quality when yearly monitoring indicators were used. This was mainly evident at the Hunan sites. However, there were no significant geographical similarities in the classifications of water quality using HC of weekly monitoring indicators. Water quality evaluation may lead to different conclusions for different time scales. Local pollution may contribute to the pollution characteristics of the sites in the YRB, and needs further investigation. There are a limited number of sites with real-time monitoring in the YRB; a higher spatial solution is needed to obtain more accurate water quality information for basin-scale evaluation and to trace to the sources of the pollutants.



Real-time data (a monitoring sample every two hours) of indicators for the 21 surface water sections in the YRB can indicate short-term polluted conditions and abnormal events that cannot be identified in assessments based on weekly or yearly monitoring. This provides evidence that real-time data are necessary and valuable for supporting local government in day-to-day operations and management. Therefore, upgrading surface water monitoring networks to a high spatiotemporal resolution is proposed. This will support local watershed management in detecting short periods of pollution caused by unusual water conditions, and in identifying possible pollution sources and their potential negative effects on water ecosystems and human health.
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Figure 1. Maps of the 21 sites and area of the Yangtze River Basin (YRB) under the national monitoring program. 
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Figure 2. SWQIs and SWQI (i)s of the 21 YRB sites in 2016. 
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Figure 3. Water quality grades (A) and main pollutants (B) at the YRB sites in 2016. 
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Figure 4. Classification of the YRB sites for 2016 using HC clustering and four monitoring indicators: Hierarchical tree (A), grades (B), and geographical distribution (C). Note: Crosses, triangles and circles in (C) indicate different HC clusters. 
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Figure 5. Classification of the 21 YRB sites in 2016 by EM clustering based on the yearly means of the four monitoring indicators: Data distribution (A), grades (B), and geographical distribution (C). Note: Diamonds, x crosses, crosses, triangles and circles in (C) indicate different EM clusters. 
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Figure 6. Classification of the 21 sites using EM clustering algorithms based on ratios of unpolluted weeks and yearly SWQI (i)s of pH, DO, CODMn, and NH3–N (A–C); and on ratios of unpolluted weeks and CV (i)s of weekly means of pH, DO, CODMn, and NH3–N (D–F). Note: Diamonds, x crosses, crosses, triangles and circles in (C) and (F) indicate different EM clusters. 
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Figure 7. Classifications of three EM clustering algorithms, water quality grades, and SWQIs of the 21 YRB sites for 2016. Note: EM_Class_Y represents EM clusters using yearly data; EM_Class_R represents EM clusters using yearly SWQI (i)s and ratios of unpolluted weeks; EM_Class_CVR represents EM clusters using ratios of unpolluted weeks and CVs of weekly data. 
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Figure 8. Classifications for five HC clustering algorithms, based on the yearly (for HC_Class_Y) or weekly means (for the other HC models) of the four monitoring indicators, water quality grades, and SWQIs of the 21 YRB sites for 2016. Note: HC_Class_pH represents HC clusters using weekly pH data; HC_Class_DO represents HC clusters using weekly DO data; HC_Class_COD represents HC clusters using weekly CODMn data; and HC_Class_NH represents HC clusters using weekly NH3–N data. 
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Figure 9. Real-time series for pH (A) and dissolved oxygen (B) at the 21 YRB sites in 2016. 
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Figure 10. Real-time series for CODMn (A) at the 21 YRB sites in 2016 and real-time series for Site SC5 in January 2016 (B1–4) and Site HuN4 in February 2016 (C1–4). 
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Figure 11. Real-time series for NH3–N (A) at the 21 YRB sites for 2016, and real-time series for Site HuN3 in June 2016 (B1–4) and Site HuN2 in October 2016 (C1–4). 
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Figure 12. Spearman Correlation analyses between each two of weekly means (A) and daily means (B) of CODMn, NH3–N, DO, and pH at Sites HuN3 and HuN4 in 2016. Note: COD represents CODMn, NH represents NH3–N. COD1, NH1, DO1 and pH1 belong to Site HuN3. COD2, NH2, DO2 and pH2 belong to Site HuN4. * represents p < 0.05; ** represents p < 0.01; *** represents p < 0.001. Circles represent data samples; the blacker the circles are, the denser the data are. The diagonal figures with gray rectangles represent frequency distribution histograms of each variable. 
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Table 1. Basic information of sites in the YRB (from west to east).
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	No
	Site Code
	Site Name Cronym
	River Name
	Province Name
	Reaches of the YRB
	Longitude (E)
	Latitude (N)





	1
	SC1
	SCPZHLD
	Yangtze River
	Sichuan
	Upper
	101.66° E
	26.59° N



	2
	SC2
	SCLSMJDQ
	Minjiang River
	Sichuan
	Upper
	103.76° E
	29.51° N



	3
	SC3
	SCYBLJG
	Minjiang River
	Sichuan
	Upper
	104.43° E
	28.78° N



	4
	SC4
	SCLZTJEQ
	Tuojiang River
	Sichuan
	Upper
	105.45° E
	28.90° N



	5
	GZ1
	GZCSLYX
	Chishui River
	Guizhou
	Upper
	105.74° E
	28.61° N



	6
	CQ1
	CQZT
	Yangtze River
	Chongqing
	Upper
	105.85° E
	29.02° N



	7
	SC5
	SCGYQFX
	Jialing River
	Sichuan
	Upper
	105.88° E
	32.67° N



	8
	HB1
	HBYCNJG
	Yangtze River
	Hubei
	TGD
	111.27° E
	30.76° N



	9
	HB2
	HBDJKHJL
	Danjiangkou Reservoir
	Hubei
	Middle
	111.50° E
	32.57° N



	10
	HeN1
	HNNYTC
	Danjiangkou Reservoir
	Henan
	Middle
	111.71° E
	32.67° N



	11
	HuN1
	HNCDPT
	Yuan River
	Hunan
	Middle
	112.13° E
	28.92° N



	12
	HuN2
	HNCDSHK
	Lishui River
	Hunan
	Middle
	112.13° E
	29.47° N



	13
	HuN3
	HNYYWJZ
	Zishui River
	Hunan
	Middle
	112.63° E
	28.80° N



	14
	HuN4
	HNCSXG
	Xiangjiang River
	Hunan
	Middle
	112.84° E
	28.34° N



	15
	HuN5
	HNYYCLJ
	Yangtze River
	Hunan
	Middle
	113.23° E
	29.54° N



	16
	HB3
	HBWHZG
	Han River
	Hubei
	Middle
	114.22° E
	30.58° N



	17
	JX1
	JXJJHXSC
	Yangtze River
	Jiangxi
	Middle
	115.75° E
	29.81° N



	18
	JX2
	JXNCCC
	Gan River
	Jiangxi
	Middle
	116.08° E
	28.77° N



	19
	AH1
	AHAQWHK
	Yangtze River
	Anhui
	Lower
	117.03° E
	30.50° N



	20
	JS1
	JSNJLS
	Yangtze River
	Jiangsu
	Lower
	118.52° E
	31.89° N



	21
	JS2
	JSYZSJY
	Jiajiang River
	Jiangsu
	Lower
	119.65° E
	32.35° N
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Table 2. Water quality levels and standard limits of pH, DO, CODMn, and NH3–N from Environmental Quality Standards for Surface Water in China (No. GB3838-2002).
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Levels

	
I

	
II

	
III *

	
IV

	
V




	
Indices (units)

	






	
pH

	
6–9




	
DO (mg L−1) ≥

	
7.5

	
6

	
5

	
3

	
2




	
CODMn (mg L−1) ≤

	
2

	
4

	
6

	
10

	
15




	
NH3-N (mg L−1) ≤

	
0.15

	
0.5

	
1.0

	
1.5

	
2.0








Note: *–the values of the four indicators in Level III are also the polluted standard limits (PSLs) to classify water quality as unpolluted water or polluted water [42] and will be mentioned below as PSL(III) for short.
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Table 3. Methods of three expectation-maximization (EM) algorithms and five hierarchical agglomerative cluster (HC) algorithms.
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Methods

	
Cluster Class Name

	
Input Data *




	
Yearly Means

	
CWQI (i)

	
Ratio of

Unpolluted Weeks

	
CV (i)s

	
Weekly Means






	
EM

	
EM_Y

	
EM_Class_Y

	
Yes (4)

	

	

	

	




	
EM_R

	
EM_Class_R

	

	
Yes (4)

	
Yes

	

	




	
EM_CV

	
EM_Class_CVR

	

	

	
Yes

	
Yes (4)

	




	
HC

	
HC_Y

	
HC_Class_Y

	
Yes (4)

	

	

	

	




	
HC_pH

	
HC_Class_pH

	

	

	

	

	
Yes (1 − pH)




	
HC_DO

	
HC_Class_DO

	

	

	

	

	
Yes (1 − DO)




	
HC_COD

	
HC_Class_COD

	

	

	

	

	
Yes (1 − CODMn)




	
HC_NH

	
HC_Class_NH

	

	

	

	

	
Yes (1 − NH3-N)








Note: *–Yes (n) represents that the data of n indicator (s) were used by the models.
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Table 4. Yearly means, CVs, and maximums and minimums of the weekly means and PSLs for pH, DO, CODMn, and NH3–N at the 21 YRB sites in 2016.
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Site Code

	
Yearly Means

	
CVs of

Weekly Means

	
Maximums of

Weekly Means

	
Minimums of

Weekly Means

	
Polluted Standard Limits (PSL)




	
pH

	
DO

	
CODMn

	
NH3-N

	
pH

	
DO

	
CODMn

	
NH3-N

	
pH

	
CODMn

	
NH3-N

	
pH

	
DO

	
pH

	
DO

	
CODMn

	
NH3-N






	
SC1

	
8.04

	
9.07

	
1.8

	
0.17

	
0.03

	
0.11

	
0.48

	
1.81

	
8.52

	
4.3

	
2.25

	
7.47

	
7.09

	
6–9

	
5

	
6

	
1




	
SC2

	
7.40

	
8.08

	
2.9

	
0.46

	
0.04

	
0.14

	
0.33

	
0.55

	
7.85

	
4.9

	
1.87

	
6.78

	
6.39

	
6–9

	
5

	
6

	
1




	
SC3

	
7.31

	
8.63

	
2.0

	
0.18

	
0.04

	
0.11

	
0.25

	
0.23

	
8.01

	
3.3

	
0.28

	
6.63

	
6.57

	
6–9

	
5

	
6

	
1




	
SC4

	
7.83

	
7.49

	
3.3

	
0.15

	
0.02

	
0.21

	
0.26

	
0.37

	
8.32

	
5.5

	
0.30

	
7.50

	
5.33

	
6–9

	
5

	
6

	
1




	
GZ1

	
8.05

	
8.54

	
2.5

	
0.24

	
0.06

	
0.23

	
0.64

	
0.75

	
8.91

	
6.8

	
1.10

	
7.29

	
4.59

	
6–9

	
5

	
6

	
1




	
CQ1

	
7.84

	
7.45

	
2.4

	
0.25

	
0.05

	
0.16

	
0.34

	
0.44

	
8.62

	
6.5

	
0.56

	
6.86

	
5.21

	
6–9

	
5

	
6

	
1




	
SC5

	
8.31

	
9.03

	
1.8

	
0.08

	
0.02

	
0.16

	
0.55

	
0.86

	
8.62

	
8.3

	
0.49

	
7.94

	
6.92

	
6–9

	
5

	
6

	
1




	
HB1

	
7.50

	
8.49

	
1.9

	
0.13

	
0.05

	
0.12

	
0.29

	
1.16

	
8.09

	
3.6

	
0.73

	
6.40

	
6.75

	
6–9

	
5

	
6

	
1




	
HB2

	
7.95

	
8.61

	
2.1

	
0.14

	
0.04

	
0.09

	
0.14

	
0.30

	
8.42

	
3.3

	
0.38

	
6.89

	
6.47

	
6–9

	
5

	
6

	
1




	
HeN1

	
7.94

	
9.12

	
2.1

	
0.08

	
0.05

	
0.12

	
0.13

	
0.48

	
8.66

	
2.8

	
0.20

	
7.18

	
7.39

	
6–9

	
5

	
6

	
1




	
HuN1

	
7.63

	
10.0

	
1.9

	
0.26

	
0.04

	
0.26

	
0.57

	
1.50

	
8.39

	
4.9

	
2.88

	
7.12

	
6.04

	
6–9

	
5

	
6

	
1




	
HuN2

	
7.89

	
8.40

	
1.6

	
0.58

	
0.07

	
0.13

	
0.30

	
0.47

	
9.12

	
2.6

	
2.27

	
7.10

	
6.18

	
6–9

	
5

	
6

	
1




	
HuN3

	
7.12

	
6.22

	
1.9

	
0.38

	
0.06

	
0.20

	
0.37

	
1.02

	
8.29

	
4.1

	
2.09

	
6.12

	
2.69

	
6–9

	
5

	
6

	
1




	
HuN4

	
7.10

	
6.16

	
2.0

	
0.17

	
0.05

	
0.25

	
0.28

	
0.55

	
7.77

	
3.8

	
0.46

	
6.21

	
3.82

	
6–9

	
5

	
6

	
1




	
HuN5

	
7.64

	
7.75

	
2.0

	
0.18

	
0.04

	
0.14

	
0.20

	
0.30

	
8.34

	
2.9

	
0.36

	
6.77

	
6.15

	
6–9

	
5

	
6

	
1




	
HB3

	
7.61

	
8.51

	
2.4

	
0.17

	
0.05

	
0.26

	
0.31

	
0.44

	
8.55

	
4.6

	
0.44

	
6.91

	
4.08

	
6–9

	
5

	
6

	
1




	
JX1

	
7.52

	
7.99

	
2.7

	
0.13

	
0.01

	
0.15

	
0.23

	
0.39

	
7.81

	
4.9

	
0.26

	
7.33

	
5.47

	
6–9

	
5

	
6

	
1




	
JX2

	
6.88

	
7.83

	
3.0

	
0.30

	
0.10

	
0.14

	
0.36

	
0.45

	
8.78

	
5.1

	
0.67

	
6.01

	
5.99

	
6–9

	
5

	
6

	
1




	
AH1

	
7.47

	
7.74

	
2.5

	
0.16

	
0.03

	
0.18

	
0.18

	
0.38

	
7.76

	
3.3

	
0.52

	
7.11

	
5.64

	
6–9

	
5

	
6

	
1




	
JS1

	
7.91

	
7.80

	
2.5

	
0.23

	
0.03

	
0.24

	
0.27

	
0.41

	
8.61

	
5.8

	
0.76

	
7.43

	
4.75

	
6–9

	
5

	
6

	
1




	
JS2

	
7.32

	
7.99

	
2.7

	
0.22

	
0.02

	
0.22

	
0.31

	
0.69

	
7.67

	
5.2

	
0.95

	
7.01

	
4.34

	
6–9

	
5

	
6

	
1
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