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FOREWORD

In the context of its present-day definition, the assessment of water
resources requires that due consideration be given to both the quantitative and quali-
tative aspects. However, whiie atiention to water guantity dates as far back as man's
interest in its storage and utilization, focus on water-quality issues has been a com-
paratively recent development. Its importance is nevertheless gaining recognition in
view of the growing global concern for protection of the environment.

The WMO Commission for Hydrology (CHy) recognized the need for
operational guidance material in the field of water-quality monitoring. Thaus, in 1972
the Commission embarked on a project to initiate the preparation of this mnch-
needed guidance material. In subsequent years valuable contributions fo the project
in the form of technical notes were made by Mr J. Picard (France, 1972-1976),
Mr H.R.S. Page (UK, 1976-1980) and Dr E. Rosenthal (Isracl, 1980-1984).

At its seventh session (Geneva, August/September 1984) the Commission
requested the Secretary-General fo arrange for the preparation of a manual on the
subject on the basis of the material and’ publications, including those of other UN
organizations, thai had recently become available. This manual, which is a culmina-
tion of the CHy project, has been prepared with the assistance of Prof. Paul M.
Laughton (Canada) and Dr Adrian Demayo (Canada}, whose services were arranged
through the kind collaboration of the Inland Waters Directorate of Environment
Canada,

This manual is intended as a practical handbook for those who plan water-
guality sampling programmes, for those who do the actunal field work and for the
training of personnel on the subject of water-quality data collection.

I am pileased to express to all who have contributed time and effort to this
project and, in particular, 10 the preparation of this manual, the sincere appreciation
of the World Meiteorological Organization. It is hoped that this publication will assist
national hydrological agencies responsible for operational hydrology in the develop-
ment and operation of their water-quality monitoring programmes.

G.O.P. Obasi
(Secretary-General)






SUMMARY

This publication discusses the monitoring of the guality of inland waters,
i.e. lakes, rivers, rescrvoirs, groundwater and precipitation, and describes in detail the
planning, field activities and methods used in carrying out a water-quality monitoring
programme. Chapter 1 contains a brief discussion on water-quality management, the
objectives of water-quality moniforing programmes and the planning of water-quality
measurement networks. Under general considerations in Chapter 2 details arc pro-
vided on the location of monitoring stations, representativesness of samples, frequen-
cy of sampling, classification of water-quality parameters and the use of statistics in
selecting sampling frequericies. Chapter 3 covers collection of surface-water samples
with some discussion on the type of samples and a detailed description of equipment
and sampling techniques.

Chapters 4 to 6 are concerned with field activities: in sizu measurement of
parameters, recording of ficld data and filtration and preservation procedures.
Sampling for radioactivity measurements and biological analysis are discussed in
Chapters 7 and 8 respectively .

The procedures for monitoring the quality of precipitation, sediment and
groundwater and the shipment of samples are described in Chapters 9 1o 12.
Chapters 13 and 14, provide some discussion of safety precautions in the field and of
personnel training in water-quality monitoring.

A glossary and a bibliography respectively constitute the final two sections,
Chapters 15 and 16.
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T

RESUM

Cetic publication traite de la suvecillance de 1a qualité des eaux intérieures,
c'est-a-dire lacs, rivitres, réservoirs, eaux souterraines et précipitations, et décril en
délail la planification, les activités sur le terrain et les méthodes utilisées pour cxé-
cuter des programmes de surveillance de la qualité de l'eau. Le chapitre 1 donne un
bref examen de la gestion de la qualité de l'ean, des objectifs des programmes de
surveiliance de Ia qualit€ de 'eau et de la planification des réseaux de mesure de la
gualité de l'eau. Dans les considérations générales du chapitre 2, on trouvera des
détails relatifs & I'emplacement des stations de surveillance, i 1a représentativité des
échantillons, 4 la fréquence des préfévements, au classement dcs paraméires concer-
nant la gualité de I'cau et 4 l'utilisation de statistiques pour le choix des fréquences de
prélevement. Le chapitre 3 porte sur lc prélévement d'échantitlons d'ean de surface;
il aborde la question des types d'échantillons et donne une description détailiée du
maiériel et des techniques de prélévement,

Les chapitres 4 et 6 concernent les activités sur I¢ terrain: mesure in
sity des paramétres, enregistrement des données sur le terrain et procédés de filtra-
tion et de conservation. Le prélévement d’échantillons aux fins de mesnres de la
radioactivité et 'analyse biologique font I'objet des chapitres 7 ¢t 8 respectivement.

Les chapitres 9 et 12 porient sur les méthodes de surveillance de la qualité
des précipitations, des sédiments et des caux souterraines ainsi que sur l'expédition
d'échantilions. Les chapitres 13 et 14 traitent des mesures de précaution i prendre sur
le terrain et de la formation du personnel responsable de la surveillance de la qualité
de l'ean.

Les deux derniers chapitres (chaprtres 15¢et 16) contiennent respectwement
un glossaire et unc bibliographie.
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PE 3HME

B nygaukauuu paccMatpuBaRTCA BOOPOCH MOHWUYOPKHIE KAYecTBa BHYTPeH-
HWX Bad, TO ecTb 03BPH, PBK, BOJOXPAHWAML, CPYHTORMX BOJ W DCAjKOB WM fog-
pOGHO 0GCYXJanTCA NAaGHUPOBAHWE, NOAEAMEe PadoTH Y METDNbL, WCNOAL3YEMHE JAA
APOBEAEHWA NPOrpaMMel MOHMTOPBMHra KaueCTsBa BOAM. B raaee 1 coAepxuTcH
KpaTKoe ORWCcaHke ynpas/eHWA KayecTBOM BOJH, UeAed MPOrpaMM MOHMTOPWHTA M
NAGHMPOBEHUA ceTel JAA W3MEPEHMA XayecTsa B0AW. B raase 2 npuseieHH jae-—
TaniW, HacawntecA MECTONOAOXEHWUA CTaHUWA MOHMTOPWMHIE, DEMPe32HTATHUBHOCTH
nped, uactoTd oTdopa npod, KAaccHBMKaUMM NapaMeTpoB KauecTsa BOAH W kC—
NonL30BaHWA CTATUCTHKWM NpW BuidOpe vacToTd oTdopa fpad. 8 raase 3 npej-
CTasNeH Martepuan, Kacawuuics cdopa nNpod MOBEPXHOCTHWX 8404, THNa npod, w
4AeTcA NoApodHOe onAucaHke D0OPYAGBAHKA W METOO8 0TGapa npod.

B raaBax 4-6 paccMaTpuBamTCA BONPOCH MN0JAe2BHX padoT:  W3MEPEHME
NapaMeTpPoB in situ , PErUCTPAUMR NOAEBBX AAHHHX W NPOUEAYOH JWALTRAUMK W
COXpaHenua npod.  9Tdop Npol AAA M3MEPEHWA PAajv0AKTMBHOCTW W NDOBEAEHWA
GW0A0rMYBCKOr0 aHaju3a M3A0XEH COOTBETCTBEHHO B rJaasax 7 # 8.

Mpoueaypy MOHWTOPWHTA KA4YecTBA AaTMOCHEPHHX OCRAXO0B, OTAOXEHWH u
FDYHTOBHX BojJ W OTnpaska npod onwcaH B raasax 9-12, B rpasax 13 w 14
odcyXxBamTcR MepH Ge30nacHocTH padoTe B NOAEBHX YCAGBKAX W DGYUEHHE Nepco-
Hana A8 padoTH, CBA3AKHOW C MOHMTOPWHIGM KAYECTBA BOSH.

B nocaegHux ABYX pasfenax, T1O ecTh B Trfagax 15 W 16, noueejeH
raoccapyia U dudanorpabun.
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RESUMEN

La presente publicacién trata del conirol de la calidad de 1as aguas interjores,
por ejemplo de los lagos, de los ros, de los embalses, de las aguas subterrdneas y de la
precipitacion, y describe detalladamente la planificacion, las actividades sobre el ter-
1eno y los métodos utilizados para poner en préctica el programa de control de 1a cali-
dad del agua. En el Capitulo 1 se describe brevemente la gestion de 1a calidad del
agna, se habla de los objetivos de los programas de conirol de la calidad del agua y de
Ia planificaci6n de las redes de medida de la calidad del agua. En el Capitulo 2, bajo
aspectos genecrales, se facilitan detalles sobre el emplazamiento de las estaciones de
control, la representatividad de las muestras, la frecuencia del muesireo, la clasifi-
cacion de los pardmetros sobre calidad del agua y la uiilizacidn de estadisticas para
seleccionar las frecuencias de muestreo. El Capitulo 3 trata de la concentracién de
muestras del agua de superficie y presenta algnnos tipos de muestras, describiendo
detalladamente el equipo y las técnicas de muestreo.

Los Capilulos 4 a 6 tratan de las actividades sobre ¢l terreno: medidas in sifu
de los parimetros, registro de los datos sobre el terreno, procedimientos de filtracién
y preservacion. El muestreo de las medidas de 1a radioactividad y el andlisis biologi-
co se describen en los Capitulos 7 y 8, respectivamente.

Los procedimientos para el control de la calidad de la precipitacion, de los
sedimentos y de las aguas subterrincas y 1a expedicién de las muestras se'describen
en los Capitulos 9 a 12. Los Capitulos 13 y 14 tratan de las precauciones de seguri-
dad que se toman sobre el terreno y de la formacion del personal que se ocupa del
control de la calidad del agua.

En las ultimas secciones, los Capfiulos 15 y 16, figuran un glosario y una
bibliografia, respectivamente.




CHAPTER 1

INTRODUCTION

For the purposes of this manual, it is assumed that adequate hydrological
information about the watersheds to be monitored is available for planning the net-
works. Some hints are provided about how to estimaie flow rates in cases where Iocal
information is inadequate and no great precision is necessary.

To select appropriate containers and methods of preservation, field workers
need to know what parameters will be analysed in the laboratory. However, they do
not need to be conversant with all the details of the laboratory analytical procedures.
Thus, no discussion is included in this manual of what happens after the samples
have been prepared for delivery to the laboratory, i.e. the methods of laboratory anal-
ysis.

Water-quality managers, on the other hand, do need to be informed about
analytical methods in order to plan their.work. They face a very difficult problem in
keeping up with the rapid development of increasingly sophisticated instrumentation.
Their task is not made easier by the proliferation of new toxic compounds and the
need to detect lower and lower concentrations of pollutants. To keep this manual to a
manageable size, it was decided to confine the information here to the sample-han-
dling requirements for the compounds currently being measured.

The other very important aspects of water-quality monitoring not dealt with
in this manual are data management, data analysis and interpretation, and report writ-
ing. All are essential components of a well-planned monitoring programme, If any
of these aspects are missing much of the work done in the monitoring progTamme
will go to waste,

The planning and sampling methads described are confined to the monitor-
ing of natural bodies of fresh water. Several of the documents listed in the
Bibliography (Chapter 16) discuss methods of studying other types of water such as
municipal and industrial waste waters and agricultural runoffs,

This manual is based on the useful and practical publication, "Sampling for
Water Quality”, of the Water Quality Branch, Inland Waters Directoraie of
Environment Canada {code SWQ). A number of other national and international
publications have also been scanned, resuliing in revisions and enlargements in most
of the chapters.
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Publications from which quotations or facts have been cited are listed in the
Bibliography. A number of these were kindly made available in draft form and may
now have been published. Attributions fo the sources are made, using the three-letier
codes given in the Bibliography, whenever extensive passages, tables or figures are
quoted.

1.1 Why should water guality be monitored?

As the power of mankind to damage the environment has increased, it has
been realized around the globe that effective protection of the environment requires
accurate and detailed knowledge of existing environmental conditions, and the ability
to detect and measure environmental changes quickly.

Natural water sources have always been regarded as a vital part of our envi-
ronment, and water-quantity management has been common since prehistoric times.
The recognition that somc water sources were better to drink than others has also
been a normal part of our colture but water-quality management is a more recent
development. Through wrbanizaiion and population growth we have disturbed or
destroyed the natural, healthy quality of water bodies in many regions. These water
bodies have become unsuitable for many beneficial uses for which they were earlier
utilized. Furthecrmore, there is a world-wide increase in demand for good quality
water, Few, if any, places in the world are so fortunate as to have unlimited supplies
of good quality water sufficient for rising populations and growing industrial needs.

1.2 Water-quality management

Water quality is a term used to comprise all the chemical, physical and bio-
logical properties of water.

Thus, water-quality management may be defined as the effort by society to
control the physical, chemical and biological characteristics of water (DNM, p. 1).
The efforts are directed at controlling the impacts of sociely upon the quality of
water. Water quality in the environment is the result of two primary causes: (1) the
activitics of society and (2) the natural hydrologic cycle. Modification of the former
is feasible; change in the latter presents a challenge for the future.

1.3 General considerations

The monitoring of waler quality to give reliable and usable data involves
many distinct activities (see Table 1.1 and Figure 1.1} and is expensive; care there-
fore must be taken to ensure that the resources are employed to the best advantage.
The first step in planning a water monitoring system should therefore be to define the
objectives of the monitoring, i.e. what is 10 be accomplished. With these objectives
one can then decide what data are needed and how they will be used. Sampling loca-
tions and frequencies are then chosen with a view to obtaining the required informa-
tion with a minimum of effort and cost.
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In establishing monitoring objectives, the intended uses of the water are
particularly important. Aquatic life, drinking-water sources and bathing areas require
high quality, while navigation and water for cooling of industrial processes have less-
er quality requirements. Livestock watering, irrigation, boiler water, fisheries —
each demands its own standard of quality and has its own relative economic impor-
tance.

Since the processes, natural and societal, which affect water quality have
random features, water-quality monitoring in many instances has been treated as a
statistical sampling procedure. This is a large subject in itself, and in what follows
the reader will be directed, where appropriate, to more detailed treatments. It is not
possible to monitor continuously all possible adverse changes; compromises are nec-
essary and statistical methods can help the planner to stay within a budget yet reduce
the probability of missing an important fluctuation,

TABLE 1.1 Activities of a water-quality monitoring programme

MONITORING CBJECTIVES DATA HANDLING
1. Legislation 1. Data reception
2. Mandate a. [aboratory b. outside sources
3. Resources ’ 2. Screening and verification
4. Programmes 3. Storage and retrievat
4. Reporting
NETWORK DESIGN 5. Dissemination

1. Station location
2. Parameter selection DATA ANALYSIS

3. Sampling frequency 1. Basic summary statistics
2. Regression analysis
SAMPLE COLLECTION 3. Water-quality indices
1. Sampling technigue 4. "Quality-contral” interpretation
2, Field measurements 5. Time series analysis
3. Sampling preservation 6. Water-quality models
4. Sampling point
5. Sample transport INFORMATION UTILIZATION

1. Obtain other data and information,

{ ABORATORY ANALYSIS
1. Analysis techniques

2. Operational procedures
3. Quality control

4, Data recording

e.g. land use, water use, socio-

economic data, aquatic life information

past, present or planned
2. Water-quality objectives
3. Impact assessment

DECISION MAKING
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MONITORING ACTIVITIES
WATER QUALITY
MONITORING
OBJECTIVES
NETWORK

DESIGN . ¥

SAMPLE COLLECTION

\J
LABORATORY ANALYSIS

Y
DATA HANDLING

\J
DATA ANALYSIS

\j
INFORMATICN UTILIZATION

Y
DECISION MAKING

Figure 1.1 The water-quality monitoring system (adapted from DNM)

14 Objectives for water-quality monitoring programmes

The establishment of objectives for a water-quality programme is a combi-
nation of a scientific task and a political process which requires a critical assessment
of national priorities (WQS, p. 33). I is based on economic considerations, popula-
tion trends, present and future water uses, forecasts regarding industrial and agricul-
tural development, and many other socio-economic factors. The development of pro-
gramme objectives is also based on risk-bhenefit and cost-benefit evaluations for each
specific situation. Experience has shown that the development of compatible national
and regional goals is highly desirable, This permits a consistent and co-ordinagted
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approach toward water-quality management, For example, detrimental pollution
effects can be prevented by early establishment of water-quality objectives and goals
and land-use plans. Then the location of new industrial sites, for example, can be
carried out in a manner which optimizes the use of available land and water
resources, thus avoiding completely or keeping to a minimum any detrimental envi-

ronmental effects,

While the details and emphases in the selection of objectives vary with cir-
cumstances, the fundamental long-range objectives of any water-quality monitoring
system are to (TNW, p. 1)

(a)

®)

©

(D
©

)

(g

Increase knowledge of existing water-quality conditions and under-
standing of the aquatic environment, both under natural and man-
affected conditions;

Determine the amount of water available to meet future needs
requiring a given quality; a quantity-quality inventory of water
IESOIICES;

Provide information on the past, present and future effects of sig-
nificant nateral and anthropogenic activities on the aguatic envi-
ronment including water projects such as dams, diversions, stream
enlargements, massive irrigation projects and aqguifer flooding, and
industrial, agricultural and urban developments;

Assess the effectiveness of pollution-control measures;

Assess the effects of water quality on human and aquatic ¢cosys-
tem health and well-being;

Monitor polluting systems such as industrial complexes, urban
arcas, mineralized water and sea-water o safeguard water supplies;

Detect trends in water guality and provide an early-warning sys-
tem, '

Some of the more specific short-term objectives o implement the above
long-range plans are (primarily TNW, p. 2):

(a)
(b

(c)

Provision of information on current water quality and its trends;

Identification of arcas in need of improvement and establishment
of priorities;

Monitoring trends to warn of changes that may be damaging to the
aquatic environment;
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(6] Establishment of early-warning systems for sudden changes;

(3] Identification of sources of pollutants and their loads;

(3] Identification of precantions o be taken to avoid spills of toxic
substances and, when accidental spills happen, the best cleanup
procedures to reduce the environmental impact;

{2) Determination of the suitability of natural waters for an intended
use;

{h) Determination of compliance with regulations and standards;

() Determination of water quality where international frontiers are
crossed;

)] Identification of gaps in knowledge requiring research or special
studies.

1.5 Planning of water-quality measurement networks

In addition to defining its objectives, the major clements in planning a
water quality monitoring system are:

(a)
(b)
{c)

@
(e)
®
®
(h)

®

Choosing the location of sampling stations;

Deciding the frequency of sampling;

Sclecting the water-quality parameters to be measured and in
which medium, i.e. water, bottom or suspended sediment and/or
hiota;

Sclecting the sampling methods;

Sclecting the field and laboratory analytical methods;

Selecting the methods for data storage and retrieval;

Establishing the appropriate quality-assurance programme;

Choosing the methods for analysing and interpreting the data col-
lected;

Reporting on the findings.
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Only the first four items and part of the fifth, i.e. the field methods, are dis-
cussed in this manual.
151 LOCATION OF SAMPLING STATIONS

Monitoring of water quality can be accomplished through operation of a
network of strategically located long-term stations. A second approach makes use of
repeated short-term surveys, each providing limited spatial coverage. A third and the
most common approach is a combination of the two (SAQ). Location of stations in
either case should take into account the following factors (WQS, p. 27);

(a) Existing problems and conditions;

(b) Potential growth centres (industrial and municipal);

{c) Population trends;

{d) Climate, geography and gcology;

{c) Accessibility of station locations;

{f) A;railable manpower, funding and field, laboratory and data-han-
dling facilities;

(g) Degree of interjurisdictional co-operation;
(h) Travel time to the laboratory (for deteriorating samples);

1) Safety of the site.

For reasons of efficiency, the goal of network planning and design is to
accomplish the objectives of the water-quality programme in a given area with the
minimum of effort and expense.

152 METHODS OF SAMPLING

Methods of sampling are determined by a number of factors: the type of
material being sampled — ground- or surface water, precipitation, bottom or sus-
pended sediment; the type of sample — grab, compositc or integrated; the quality
parameter being analysed which in turn determines the kind of container; the amount
of sample; whether the sample is analysed on the spot or sent back to a laboratory;
and the method of preservation.
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1.53 FREQUENCY OF SAMPLING

The processes, natural and societal, which affect water quality have random
features supcrimposed on the hydrologic, climatic and possibly other cyclic factors.
The sampling schedule should permit the adequate evaluation of the contribution of
each of these factors to the water quality at a given location. The common approach
in establishing the frequency of sampling is statistical. Frequency of sampling is
established based on the variability of the data, the concentrations to be measured and
the changes to be detected. In the absence of sufficient background data, some arbi-
trary frequency is chosen, based on some knowledge of local conditions. After suffi-
cient data have been collected to evaluate the variability, the frequency is adjusted to
reflect this (section 2.4.1). The frequency is also influenced by the relative impor-
tance of the station and whether or not the concentrations approach critical levels for
some of substances measured.

1.54 WATER-QUALITY PARAMETERS

The parameters (also called determinands) selected for evaluation at a sta-
tion will be determined largely by the objectives of the monitoring programme. To
minimize the cost of the operation, the selection must also consider known character-
istics of the water resource and of the polluting sources. For example, samples may
not always be analysed for all sclected paramelters; choices can be based on their pat-
temn of use, concentration and fate in the environment.

1.5.5 DATA-HANDLING

The usefulness of the data will in large measure depend on agreement
among participating agencies to standardize the methods used and information col-
lected: the description of sample locations, the methods of sampling and preserva-
tion, and the analytical procedures and data recorded.

Only the recording of the field data is discussed in this manual. Additional
information on water-quality data handling can be found in WQS.

1.5.6 CosTts

One of the important elements which must be considered in planning a
water-quality monitoring network is the cost of operaling the programme. Its major
components are sampling, analysis, data handling, quality assurance, data interpreta-
tion and reporting costs.

Often, the projected cost of what is considered to be the best monitoring
programme may be too high for the agency planping to carry out the moniforing.
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When faced by such a situation, some of the possible solutions are:

1.5.7

Look for additional sources of funding, e.g. other agencies interest-
ed in the data collected and information provided;

Re-examine the objectives of the programme, deleting some of the
less important and/or relaxing some of the conditions, ¢.g. changes
to be detected;

Re-examine the proposed sampling locations deleting some of the
less important sites, e.g. locations at which water quality can be
inferred from data already existing or from data collected at other
points in the system;

Re-cxamine the proposed list of parameters to be analysed deleting
the less important ones, e.g. those that can be predicted from other
measurements or those that have a small or no environmental sig-
nificance al a given site;

Re-cxamine the frequency of sampling, especially when the objec-
tives of the monitoring have been changed.

DOCUMENTATION

In any monitoring programme it is essential that full documentation be

compiled. Every step of the planning process should be recorded, starting with the
monitoring objectives through the choosing of sampling locations; determination of
frequency of sampling; ficld, laboratory, data handling and analysis, and quality-
assurance methodology; to the reporting of results and findings.

The documentation should also include the distribution of resources (per-

sonfycars and money) between the various activities of the monitoring programme as
well as the provisions made for its implementation and evaluation.







CHAPTER 2
GENERAL WATER-SAMPLING CONSIDERATIONS

2.1 Introduction

This chapter revicws some factors to be considered in choosing sampling
locations, determining sampling frequency, obtaining a representative sample and
selecting the procedures for field quality assurance.

2.2 Location of water-quality sampling sites

The location of the sampling sites follows directly from the objectives of
the water-quality monitoring programme. If this is not so, e.g. the objectives are too
vague or confusing, then these objectives should be reviewed before attempting to
select any locations. Sometimes the objectives will define fairly precisely the best
locations for sampling in a river or lake system. For example, if it is desired to deter-
mine the effect of an effluent discharge on a receiving stream, sampling locations
upstream and downstream of the discharge would be required. In other cases, both
lIocation and frequency of sampling will be determined by anti-pollution laws or by a
requirement of quality for a specific use of a water body. For example, a permit to
discharge to surface waters may spell ont details of self-monitoring, such as location,
number of samples, frequency and parameters to analyse, as well as the details of
compliance monitoring usually carricd out by the regulatory agencies,

221 VARIETIES OF WATER BODIES

Given a specific objective, sampling strategies are quite different for differ-
ent kinds of water bodies and for different types of samples to be collecied, ¢.g.
water, sediment or biota. River water flows longitudinally and reaches mixing homo-
geneity within distances ranging from a few to a few hundred kilometres of any addi-
tion. Lakes may be vertically stratified because of the temperature or becanse of
inflows of high-density salinc water. Groundwater tends to flow, often very slowly
but with no surface indication of the changes in its solutes taking place down below.
Precipitation sampling has its own requirements.



12 CHAPTER 2

2.22 RIVER BASING

Efforts have been made to design networks for river basins in a systematic
and objective manner. Various mathematical approaches using, for example, cen-
troids of numbers of tributaries, number of outfalis, biological oxygen demand, "run-
ning-water mass" or water momentum units have been proposed (DNM, Chap.4;
SPS). However, the design resulting from the application of any of these methods
muast be reviewed and modified, if necessary, to ensure that the objectives of the
water-quality study are met. If the objective is, for example, to study the impact of
human activities on the water quality of a given river basin, then the basin can be sep-
arated for study into natural rcgions and regions altered by humian activity or
"impacted regions”. The latter can be further subdivided into regions in which the
impact is constant or stationary over periods longer than, for example, 10 years, and
those in which the impact is variable such as agricultural, residential and industrial
zones (TNW, p. 5). In acid deposition studies an important factor to consider in
locating sampling sites is the terrain sensitivity to this deposition (LTM, section 3.1).

The next step in locating sampling locations is to collect all relevant infor-
mation about the region to be monitored (QMS, p. 3; DNM, p. 251). Much of the
information will be in the form of published and unpublished papers and reports. To
obtain additional information or to update what exists, intcrviews and questionnaires
can be used. The information sought includes geological, hydrological and demo-
graphic aspects as well as items such as numbers of lakes and streams, sizes and loca-
tions of aquifers, location of existing water-quality or stream-gauging stations, flow
rates, climatic conditions in the catchment area, historical developments, present and
potential municipal and inrdustrial centres, current water intakes and waste outlets,
natural salt springs, mine drainage, irrigation schedules, flow regulation (dams), pre-
sent and planned water uses, stream or lake water-quality objectives or standards,
accessibility of potential sampling sites (land ownership, roads, airstrips), availability
of services such as electricity and existing water-quality data.

As an example of how stations could be located to meet specific objectives,
Figure 2.1 displays a hypothetical river network system (GEM, Chap. 1, p. 6). Not
shown in this diagram is the possibility that some of the stations may be designated
as "long term” and some "temporary” for special studies.

More detailed information about river networks may be found in DNM,
Chaps. 4 and 7 and SRS, section 6. Seme discussion is given in FSN, section 4, on a
national river and groundwater network created by adding urban and industrial area-
monitoring capability to the US National Stream Quality Accounting Network.

223 LAKES

Unlike the case for rivers, water circulation in lakes is significantly modi-
fied by wind. The energy of such movements decreases with depth. Hence, sediment
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distribution is prediciable because finer-particle-size sediment will be deposited in
the deeper offshore regions of the lake while sand and gravel will settle around the
periphery (WQS, p. 295). This distribution will, of course, be disturbed where major
river input occurs or where nearshore slopes give rise to turbidity currents,
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Criteria

Immediately downstream of an international boundary

Abstraction for public supply of large town

Important fishing, recreation and amenity zone

Abstraction for large-scale agricultural irrigation

Fresh water tidal limit of major river

Abstraction for large industrial supply

Downstream of industrial effluent discharges and important tributary
influencing main river

Base line station, water in natural state

Figure 2.1 Monitoring site selection — rivers
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In deeper lakes, photosynthetic activity will lead to changes in the composi-
tion of the surface layer while bottom water is modified by contact with nutrient-rich
fine sediment, Inshore zones also require atiention, particularly around river mouths
and in regions where upwelling occurs under certain weather conditions.

A sampling network f{or a hypothetical lake is?shown in Figure 2.2 (GEM,
Chap. 1, p. 7). Further information about lake sampling may be found in GEM,
Chap. 1, section 6 and in SLIN.

Depth san-:pl.ing based on batliymetry (temﬁerature profiles) is touched on
in section 2.3.2. : '

Station Criteria

g Principal feeder tributary

10 General water quality of lake
11 Water supply for major city
12 Waiter loaving lake

Figure 2.2 Monitoring site selection — lakes

2.24 (GROUNDWATER

A great deal of hydrogeological information iay be necessary to plan the
sampling strategy for aquifers. Water levels, hydraulic gradients, velocity and direc-
tion of water movements should be known. An inveniory -of wells, boreholes and
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springs fed by the aquifer should be drawn up and details of land use should be
recorded. Table 2.1 (GEM, Chap. 1, p. 21) is a guide to obtaining the latter informa-
tion.

Groundwater samples are taken from drainage water, open wells and drilled
wells. Wells should be sampled only after they have been pumped long enough to
ensare that a fresh sample has been obtained (WQS, pp. 143-144). This is particular-
ly necessary where a well has a lining subject to corrosion.

Figure 2.3 (GEM, Chap. 1, p. 8) shows a hypothetical groundwater sam-
pling network. Further information may be found in GEM (Chap. 1, section 7) and in
DNM (pp. 134-149).
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16
7 9 0
X ? 3 9 T 3-=%
17 13 14 IRRIGATION
SALINE INTRUSION hastpainid
Tty
\—“\__'_’\_/’S—EA\——_\——/—
Station Criteria
13 Water supply to large town threatened by fertilizer residues and
saline intrusion
14 Water for large-scale irrigation threatened by leachate from waste
tips
15 )
16 )  Boreholes for advanced impact monitoring
17 )

Figure 2.3 Monitoring site selection — groundwater
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CHAPTER 2

TABLE 2.1

Artificial sources of underground poliution

Domestic
sewage

Domestic
waste

Agricultural
wasle

Industrial
wastes

General

Point sources

Cesspool and septic
tank soakaways

Leakage from sewerage
systems

Infiltration from
stabilization ponds

Leachate from garbage
tips and sanitary fand
fill

Soakage from animal
feed areas

Leaching from dung
heaps

Leaching from tipped
industrial waste

Disposal of industrial
wastes, including
cooling water, by
discharge into boreholes

Accidental spillages
during use, storage or
fransport

Leakages from tanks and
pipe lines

Distributed sources

Artificial recharge with treated sewage

Excessive distribution of sewage sludge
on farm land

Rainwater and irrigation water and the
solution of fertilizers and biccides

Disposal of induistrial wastes by land
irrigation

Artificial recharge with surface water

Natural racharge by polluted river or
lake water

Intrusion of saline water from sea or
other aquifers following over-pumping
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225 OTHER

Site selection for precipitation sampling is covered in Chapter 9. The study
of salt-water bodies is beyond the scope of this manual. A good treatment of sam-
pling in estuaries is provided in WQS {pp. 303-317). Figure 2.4 shows a sampling
network for a hypothetical estuary (WQS, p. 314).

. e
¥ _{ tavsoway
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¢ Sompling Stations

d Sevage treatme
\- Harvas with outfall
e Fuwer plant with

oa thermal .::\ut:fal!;I
B iy

Agriculturel
Zona

MARINE
Figure 2.4 Sampling stations in a hypothetical estuary

23 Representative samples

Sampling is the process of collecting a representative portion of the envi-
ronment 10 learn about the whole environment, Reported dala are no better than the
confidence that can be placed in the representativeness of the sample.

2.3.1 TiME VARIABILITY

Water resources may exhibit both time and space variability. For example,
water below power dams or below waste water treatment plants may show weckly
cycles. Some variables, such as dissolved oxygen, commonly exhibit a diwmal cycle,
requiring a composite flow-weighted sample, Full delineation of such cycles by
spectral analysis is lengthy and expensive, requiring at least 10{ equispaced observa-
tions over a period 10 times as long as the period of the longest cycle and at intervals
no longer than one-third of the shortest (DNM, p. 195).
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It is much more difficult to ensure that groundwaier samples are representa-
tive, The assimilative capacity of the aquifer is limited, and flow rates generally so
slow, that highly localized contamination can bc present and persist for long periods
without detection,

2.3.2 SPACE VARIABILITY

Variability in space is more straightforward. The distance downsiream to
complete mixing is roughly proportional to the stream velocity and to the square ol
the width of the channel. Rivers are usually sufficiently shallow that vertical homo-
geneity is quickly attained below an influx of new material. Lateral homogeneity is
much more slowly attained. Thus, wide swift-flowing rivers may not be completely
mixed for many kilometres downstream from the input point (DNM, pp. 119-127).
In one study, mixing in the Columbia River was incomplete three miles (4.8 km)
below an outfall at Trail, British Columbia, and complete after 10 miles (16 km).
The Ottawa River joins the St. Lawrence River just west of Montreal (Canada). The
waters of the two rivers do not reach complete mixing until below Portneuf, approxi-
mately 200 km downstream.

Various protocols are recommended for determining the exact location in
the cross-section of the river for obtaining a representative sample, e.g. six samples
analysed in duplicate, at three positions across the river and two depths (SRS, sec-
tion 6.1.4}, or mid-depth samples at the quartcr points, or other equal-distance points
across the width of the river. If a representative sample cannot be cbtained, it is
advisable to look for another site, cither immediately upstream or downstream, where
such a sample can be obtained. The other alternative is to obtain a flow-weighted
compositc sample from samples collected on a set of cross-section verticals. This
procedure is time-consuming (GEM, Chap. 1, p. 12; Chap. 2, p. 22; CPQ, section
5.B4b.0).

Longitudinal mixing downstream of irregular or cyclic discharges into a
river wilt have a secondary influence on the location of a sampling site, Their effects
need to be taken into account in deciding frequency of sampling and when interpret-
ing data (SRS, p. 11; WQS, pp. 261-262).

The degree of mixing in lakes will depend on the configuration of the lake
and the location of inlets and outlets. Where the lake is elongated or dendritic, with
many branches, or consists of a number of basins, mixing will be poor. Many lakes
also exhibit the phenomenon of seasonal thermal stratification. During spring and
summer, the surface layers of the water become warmer and less dense. They float
upon the cold, denser layer below and there is a resistance to vertical mixing. The
warm surface layer is known as the epilimnion and the colder water trapped under-
neath ig the hypolimnion, Between the two is a shallow layer of rapid change in
temperature called the thermocline. Because the hypolimnion does not undergo
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re-aeration, it becomes depleted of dissolved oxygen, often completely (GEM, Chap, 1,
pp. 15,17

In the fall, the thermocline sinks as the epilimnion cools, until the surface
reaches a temperaturc close enough to that of maximum density (4°C) that it becomes
more dense than the hypolimnion, at which point the lake quickly "overturns”, lead-
ing to vertical mixing. Figure 2.5 shows the kinds of sampling regimes required at
different times of the year (GEM, Chap. 2, p. 23).

In the case of groundwater, if the well casing is perforated such that it
accesses more than one aquifer, it may be necessary to collect a sample from a partic-
ular depth without mixing it with water from other layers.

24 Frequency of sampling

Sampling frequency depends on the purpose of the network, the relative
importance of the sampling station, the range of measured values, the time variability
of the parameter of interest and on the availability of resources.

Time variability has been mentioned in section 2.3.1. Sometimes the data
collected prior to project design include such information, but usvally it is determined
as the project progresses.

There have been a number of proposals as to how to establish the time vari-
ability. For example, GEM (Chap. 2, scction 2.6.3) recommends that weekly samples
be taken for one year; daily samples on seven consecutive days, once in each quarter;
hourly samples over a 24-hour period, once in each guarier; and every four hours for
a period of scven consceutive days in cach quarter. To lighten the analytical load in
such an intensive sampling regime, it may be necessary to reduce the number of
determinands (parameters to be deiermined) to some which are representative of the
time variability expected. For examples of different sampling regimes for three
rivers in Finland, see Table 2.2 (QMS, p. 10).

For lake stations the recommendation is to sample five consecutive days
during the warmest part of the year and five consecutive days every quarter. Special
cases include temperate-zone lakes that experience stratification (LTM, section 6).
These should be sampled at least six times a year, together with the occasional ran-
dom sample, to cover the following periods: during open water prior to semmer
stratification, during mixing following summer stratification, under ice and during the
periods of snowmelt and runoff. Similarly, additional samples of rivers should be
taken if possible after storm events and during snowmelt and runoit.

For groundwater, a few weekly or fortnightly samples should establish the
characteristics of the station, but longer interval sampling should cover a full year,
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TABLE 2.2 An example of sampling intervals for river systems

Samples per time unit

Parameter

Porvoonjoki Tervajoki Hiidenjoki
pH very rarely 1/6 day 1/2 month
Conductivity 1/4 day 11 day 1/2 day
DO saturation % 1/1 day 1/4 day 1/12 day
Turbidity 1/1 day 3/1 day 1/3 day
Chloride 3/1 day 1/6 day 1/4 month

When parameters are plotted against time, some cyclic variation may be
apparent amidst the random fluctuations. However, smallcr cyclic effects may be
hidden unfess the data are subject to spectral analysis to obtain a power spectrum
(HSS, section 4.3; WQS, section 6.8.8). As mentioned in scction 2.3.1, detection of
cyclic evenls requires a sampling interval no longer than one-third of the shoriest
cycle time and sampling over a period at least 10 times longer than the time of the
longest cycle. Therefore, long-period cycles will not be verified in the initial surveys,
but become apparent during the operation of the network. To detect the cyclic varia-
tions some randomization of sampling is desirable, for example sampling on different
days of the week or ditferent hours of the day.

Several different strategies have been recommended for averaging out daily
or weekly variations when the changes throughout the day or week, respectively, arc
of no inferest (e.g. SRS, pp. 26-27). For daily variations, these might be sampling at
different times of the day throughout the year, with each portion of the day equally
represented, or taking composite samples equally spaced throughout the 24 hows, a
popular choice where antomatic sampling devices are available.

‘When the desired sampling frequencies have been selected, they will some-
times require more resources than are available. To reduce the resource requirements
composite samples may be used, although with some loss of information. A review
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of the objectives of the programme is another aliernative. For cxample, a relaxation
in the required accuracy of the data can result in significant reduction in the level of
resources needed for the project.

To economize, a reduction of the number of sampling locations should be
considered first (SRS, p. 37; GEM, Chap. 2, p. 9). The water quality at one location
may also correlate sufficiently well with that at another to allow reduction of the fre-
quency at one of the two locations. Statistical analysis of past data may also show
that some determinands are sufficiently well correlated with one another that one can
be used to provide an adequate cstimate of the other.

Identification of sources of pollution requircs high frequency of sampling
and probably the usc of auxiliary stations (TNW, p. 44). Where compliance stan-
dards are involved accurate data may be necessary, involving some 18 to 24 samples
for meaningful statistical analysis.

USE OF STATISTICS TN SELECTING SAMPLING FREQUENCIES

A basic goal of many water-quality monitoring programmes is to establish
the statistical distribution of the concentration of a water-quality determinand over a
given period of time. This can then be used 10 detect trendds in water-uality parame-
ters over time or distance and extreme values which may require action of some kind,
e.g. correction of a problem or regulatory action,

Several references deal with probability and statistics applied to water qual-
ity (see, for example, DNM or GDS). In using these concepts and the techniques
based en them, the waler-quality person must be aware of the associated constraints.
Most of the formulas and examples in the published literatyre refer to normally or
quasi-normally distributed data. Unfortunately, many water-quality parameters, espe-
cially toxic organic chemicals and heavy metals, only rarely follow this distribution.
In such cases other, more appropriate, statistical methods must be nsed.

If some water-quality data already exist at a given location and if they arc
normally distributed, then one can calculate the number of samples one needs to col-
lect to determine an average value with a pre-established limit of error, E, for a given
period of time, e.g. day, week, month, year or season.

2
n >tle2.S
E
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The value of £, , Student’s "¢" constant, is obtained from statistical tables
for a given level of certainty for the values obtained from these statistical calcula-
tions. - In routine water-quality monitoring, values of 80-95 per cent certainty are
acceptable, Lower values result in too great uncertainty in the statistics obtained from
the data collecied. Higher values require considerable additional expenditures. §2 is
the sample variance obtained from existing data:

S2=i=§1 (xi-z)z

n-1

where X; is a measured value and X is the mean of all X;, ic.(hesumofall x; di-

vided by #, the number of measured values. The standard deviation is approximated
by the value of §.

Because £, is also a function of the "degrees of freedom”, i.e. n-1, an iter-
ative process is used: an initial # is estimated, £, is obtained from the table, a new
value for # is then obtained followed by a new value for £,,,, and so on until n does

not change. Note that when the result for # is a non-integer, # is taken as the next
higher integer.

Example: A set of six chloride concentration values has a mean of 240 mg/l and a
standard deviation of 20 mg/l. Assuming a normal distribution, how many values are
needed to ensure, at a 90 per cent confidence level, that the annual mean does not dif-
fer by more than 10 mg/] from the true mean? This might be important, for example,
in a case where the monitoring programme has as one of its objectives to find out
whether or not there is a long-term trend in the chloride concentration at a given site.
(Note: The normal distribution is symmetrical about the mean value. Because of this
symmelry the statistical tables only give the values for one-half of the normal distri-
bution. Thus, the fy 45 refers to a 45 per cent confidence interval on one side of the
mean (i.e. 100 times the numbers in the top row of Table 2.3). If both sides are con-
sidered then the confidence interval is 90 per cent).

Assume an initial R = 10. From Table 2.3, {545 at 9 degrees of freedom

is 1.83. Therefore

n> 1.83){2025 14
10
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For the new iteration Ipg45 at 13 degrees of frecdom is 1.77. The new n
is:

n>137x20" - 13
10

Repeating the calculation once more will not change 7. Therefore, at least
13 samplesfyear will have to be collected and analysed for chloride content to ensure
that the conditions stated are met. Hydrologic considerations will require that the 13
samples be collected at such times during the year that the whole range of flow
regime is represented. More details can be found in DNM (p. 155ff). Another treat-
ment of this problem is found in HSS, section 4.2, which includes graphical solutions
and also deals with the related probleny of determining the number of samples needed
to achieve a required accuracy for extreme values.

2.5 Flow measurements

Water quality, cxpressed as cither concentrations or leads, is directly related
to fiow. Consequently, data on river discharge are required as part of the design and
operation of a water-quality monitoring network. There is also a direct requirement
for flow measurements when flow proportional composite samples are collected
(3.1.2.2) or the results are averaged across sections of a stream (2.3.2). Other uses
would include prediction of the arrival downsircam of an accidental spill, tracing the
origin of a pollutant back up a chain of stations; estimating the distance downstream
from an outfall for complete mixing (2.3.2) or the time for a groundwater pollutant to
reach a given well; or calculating the part of the variability of water-quality parame-
ters which is due to changes in the discharge.

All efforts should be made to colocate flow measurement and water-quality
stations. If this is not possible or if no flow-measurement stations are available, there
are methods of estimating flows that will meet most needs. These range from time-
of-travel measurements, such as observation of surface floats (multiplicd by a coeffi-
cient of from 0.85 to 0.95 depending on various characteristics of the stream) and
dye, salt or other tracer injections, to the use of current meters (HSS, section 2.4, and
SRS, section 6.3). For a more thorough treatment refercnce may be made to such
sources as the two-volume Manual on Stream Gauging, WMO-No. 519, 1980.
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TABLE 2.3 Student's "t"constants as a function of degrees of freedom
and confidence level (o}

Degrees w2
of
Freedom
{n-1} 0495 0450 0.475 0450 040 0.30 0.25 0.20 0.40 0.05

1 6366 I1.82 1271 6.31 3.08 1376 1.000 727 325 158

2 992 6.96 4.30 2.29 1.89 1.061 816 8617 289 142

3 5.84 4.54 318 2.35 1.64 97 756 584 277 137

4 4860 3.75 278 2.13 1.53 841 741 .569 271 134

5 403 338 2.57 2.02 1.48 920 727 559 267 132

[ 3an 3.14 245 1.94 1.44 .806 718 553 265 31

7 3.50 3.00 236 1.90 1.42 886 g1t 549 263 130

8 3.36 2.90 23 1.86 1.40 889 708 546 262 130

9 3.25 282 2.726 1.83 1.38 883 703 543 261 128
10 317 276 223 1.8 137 879 700 542 .260 129
i) R 272 2.20 1.80 1.36 976 697 540 260 129
12 306 2.68 2.18 i.78 1.36 873 595 538 259 128
13 am 2.65 2.16 1.77 1.35 .870 694 538 .259 128
14 2.98 262 2.14 1.76 1.34 868 592 537 258 128
15 2.95 2.60 213 176 1.34 866 691 536 .258 128
16 292 2.58 212 1.75 1.34 865 690 535 258 128
17 2.9 257 2n 1.74 1.33 863 689 534 257 128
18 2.88 255 2.10 1.73 1.33 852 688 534 257 127
19 288 2.54 2.09 1.73 1.33 861 688 533 257 127
20 2.84 253 2.09 1.72 1.32 860 687 533 257 127
29 283 252 2.08 1.72 1.32 .850 685 532 257 127
22 2.82 2.51 208 1.72 1.32 858 6586 ~ 532 286 A27
23 2.m 2.50 2.07 1.1 1.32 858 685 532 256 A27
24 2.80 249 2.06 1.1 1.32 B75 685 531 256 a27
25 279 2.48 2.06 1.71 1.32 8568 684 531 256 A27
26 2.78 2.48 206 1.71 1.32 .865 684 531 .256 127
27 277 247 2.05 1.70 1.31 855 684 531 .256 A27
2a 2.76 247 205 1.70 1.31 855 683 530 256 127
29 2.76 2.46 2.04 1.70 1.3 B854 683 530 256 127
30 275 2.48 2.04 1.70 1.3 854 683 530 256 127
40 270 242 2.02 1.68 1.30 .B51 581 529 255 126
60 2.66 239 2.00 1.67 1.30 848 &70 527 254 126
oo 2.58 2.33 1.96 1645 1.28 842 674 524 .253 126
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For purposes of the water-quality monitoring network, an area-x-velocity
cstimation of flow will often suffice. Cross-sectional arcas can be calculated from
depth profiles which in turn can be taken with a "lead Iine", a weighied line marked
up from the weight in feet or metres.

Since the flow rate, depth and cross-sectional area vary during a day as well
as from day to day and from season to season, flow rates at the time of sampling need
to be known. The most critical flow ratcs are in times of drought, when the stream's
capacity to assimilate wastes and pollutants will be at its lowest, and during floods,
when substances which might otherwisc never reach the water system are washed off
from the surface of the land, thus reaching the watcr body through the runoff.

Figures 2.6, 2.7 and 2.8 are flowcharts summarizing much of the material
so far in this chapter (GEM, Chap. 2, p. 11; SRS, p. 78; and GEM, Chap. 2, p. 10,
respectively).

2.6 ‘Water-quality parameters

Fhe parameters which characterize water quality may be classified in sever-
al ways. In tcrms of the kinds of measurements, they are physical propertics (e.g.
temperature, clectrical conductivity, colour, turbidity), inorganic chemical compo-
nents (e.g. dissolved oxygen, chloride, alkalinity, fluoride, phosphorus, metals),
organic chemicals (e.g. phenels, chlorinated hydrocarbons, polycyclic aromatic
hydrocarbons and pesticides), and biological components, both microbiological such
as faccal coliforms, and macrobiotic, such as worms, plankton and fish, which ¢can
indicate the ecological health of the aquatic environment.

A second classification is according to the importance attached to the
parameter. This will vary with the type of water body, the intended use of the water
and the objectives of the monitoring programme. Within the project GEMS/WATER,
water-quality variables are grouped within two categories, the second with three sub-
classes:

(a) Basic variables;

()] Use-related variables;

i Drinking water supplies;
@D Irrigation;

(iii) General quality for aquatic life.

Tables 2.4 and 2.5 list the parameters included in these two groups.




GENERAL WATER-SAMPLING CONSIDERATIONS

INVENTORY OF PRESENT -
AND FUTURE WATER USE
INVENTOQRY OF FACTORS
INFLUENCING WATER —
QUALITY, PRESENT AND
EXPECTED
REVIEW OF POTENTIAL
SOURCES - UNUSED P
INFORMATION AND USED
COLLECTION OF
AVAILABLE QUALITY —
DATA
PREPARATION OF QUALITY - ————
* AND USE MAPS
DATA NEEDS lr -
] i
APPRAISAL OF USE APPRAISAL OF QUALITY
RECQUIREMENTS INFLUENCES
I L I
INFOR N REQUI
MATIO CQUIRED
¢ CONTROL PLANNING
DATA COLLECTION POSSIBLE SITES
|
EXTENDED SURVEY
AREVIEW I
SITE SUITABILITY
{NSPECTION CHECKS
|
SITE SELECTED
; SAMPLING AND ANALYSIS i

Figure 2.6 Flow diagram for selection of water sampling sites
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TABLE 2.4 Basic variables (GEMS)

Rivers

Lakes and
reservoirs

Groundwaters

Temperature

pH

Electrical conductivity
Dissolved oxygen

Nitrate
Nitrite
Ammonia
Calcium
Magnesium
Sodium
Potassium
Chloride
Sulfate
Alkalinity

BOD
Total suspended solids

Chloraphyil a

Transparency
Orthophosphate

Total phosphorus (unfiltered)
Instantaneous discharge

R MR MM RN | M MM HX

b

MMM MMM M M XN

P XXX

HAHMIK AKX XM M XXX

TABLE 2.5 "Use-related variables (GEMS)

Rivers

Lakes and
resemnveirs

Groundwaters

(a)

Drinking water supply (1}:

Total coliforms (6)
Faecal coliforms. {6)

Arsenic
Cadmium
Chromium
Lead
Mercury
Selenium
Cyanide
Fluoride
Nitrate (2)

P MMM MMM XM

KR IR XK=

KR MMIK MMM XX
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Table 2.5 (contd)

Rivers

Lakes and
reservoirs

Groundwaters

TOC1 (3)

Dieldrin (3)
Aldrin (3)
DDT

Copper (4)

Iron (4)
Manganese (4)
Zinc (4)

{b) lrrigation:

Sodium (2)
Calcium (2)
Chioride (2)
Boron

(c) General water quality
(e.g. aquatic fife):

Silica, reactive

Kjeldahl nitrogen

cOoD
TOC

Chlorophyll a (2)
Hydrogen sulphide

Iron
Manganese
PCBs
Alurmninium (5)
Sulfate (5)(2)
ph (5)(2)

L KX XxXx X

BT

KX x|

b MR KX X

X >

b i g i

XXX XXX X

fa R a e

(1) Asin WHO Guidelines for Drinking Water Quality (1982).

(2)  Already mentioned in basic variables.

(3) Total organcchlarine compounds {TOC1), dieldrin, aldrin and DDT are considered as rep-
resentative of the major categories of organic poliutants listed in WHO guidelines.
(4)  Selected aesthetic quality variables listed in WHO Guidelines but not covered under basic

variables.

(5) Variable also indicating a global change in water quality resulting from acidification.
(6) These variables are also to be monitored in the case of recreational use of the water-

body.,
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A third classification, highly relevant to sampling procedures, is according
to stability:

{a) Conservative, do not change materially with time;

(b) Non-conservative, change with time but can be stabilized for at
least 24 hours by appropriate treatment;

©) Non-conservative, change rapidly with time and cannot be stabi-
lized.

The first twe groups can be measured by taking representative water sam-
ples for subsequent analysis in the laboratory. The third group, which includes tem-
perature, pH and dissolved oxygen, need to be measured i sifu or in the field imme-
diately the sample has been taken. The second and third groups include most of the
toxic substances of environmental concern. Work is under way in various parts of the
world to develop methods for measuring the concentration in the field, for screening
the samples for the presence of these toxic substances, either in situ or in the field, or
for extracting them in the ficld and thus stabilizing them for subsequent laboratory
analysis.

AUTOMATIC MONITORING

Measurement of certain parameters can be carried out continuously or at
short intervals (¢.g. seconds, minutes, hours) by automatic monitoring equipiment and
the values recorded. The number of determinands which can be so measured at pre-
sent is limited; the cquipment is expensive and it needs close and skilled supervision
and maintenance, The voluminous amount of data collected requires methods for
handling it {GEM, Chap. 3, p 12). Automatic monitoring can be of value in special
situations, such as to provide warning in a water-treatment plant or for intensive study
of the temporal variability at a given site.

Three types of installations are in use {(WQS, section 4.4). In one type, the
water is pomped and the measurgments are made on shore, Qther instrumenis use
probes immersed in the body of watcr and make the measurements in situ. A more
recent type is the self-contained, battery-operated instrument which can be operated
as much as 300 m below the surface.

Parameters currently being measured include pH, temperature, specific con-
ductance, turbidity, dissolved oxygen, chloride, redox potential, stage height, sunlight
intensity and ultra-violet absorbance.

Automatic monitoring has apparently been quite successful in some juris-
dictions (AFC, QMS) and new technology is being developed.
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27 Field quality assurance

The field quality-assurance programme is a systemaltic process which,
together with the laboratory and data-storage quality-assurance programines, ensures
a specified degree of confidence in the data collected for an environmental survey. A
field quality-assurance programme involves a series of steps, procedures and prac-
tices.

271 GENERAL MEASURES

{a) All equipment, apparatus and instruments should be kept clean and
in good working condition, with records kept of calibrations and
preventive maintenance. Many of the techniques and practices for
achieving this are given elsewhere in this mannal;

b) Records should be kept of all repairs to the instruments and appa-
ratus and of any incidents or experiences which may affect the suc-
cess of the study;

{c) Conditions of the working area should be such that they encourage
and maintain a completely safe environment;

(d) It is essential that standardized and approved methodologies, such
as those recommended in this manual, be used by field personnel.
If any changes to the approved methods are made, they should be
documented and cxperimental data obtained to ensure that the
results which have been obtained are at least as good as before.

Quality assurance depends on the people who do the work. It is recom-
mended that each monitoring project have a person responsible for implementing and
carrying out the quality assurance (SAQ, p. 16).

272 THE SAMPLE COLLECTOR

The success of a water-quality monitoring programme relics upon the valid-
ity of the sampling, emphasizing the key position of the field personnel (GEM, Chap.
2, p. 25). In addition to collecting samples, the field person is required to carry out
field and én situ measurements. Skill and technical training are required. The person
often operates alone and will be called upon to exercise initiative and ingenuity in the
course of the work; hefshe thercfore needs to have a thorough understanding of the
purpose and principles of sampling procedure. Furthermore, the field person has
more direct knowledge of the water body and its behaviour throughout the year than
the other members of the team and can often be of considerable assistance in inter-
preting unexpected results or locating sources of observed changes.
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The members of the laboratory staff should be given the opportunity of
accompanying the field team on occasion. In this way, both components of the team
will acquire an understanding of the other's needs and problems.

273 PREVENTION OF SAMPLE CONTAMINATION

The quality of data generated in a laboratory depends on the integrity of the
samples that arrive at the laboratory. Conscquently, the ficld investigator must take
the necessary precauntions to protect samples from contamination and deterioration,

There are many sources of contamination; the following are some basic
precautions to avoid them:

(a) Field measurements should always be made on a separate sub-
sample, which is discarded once thc measurements have been
made. ‘They should never be made on the same water sample
which is sent to the laboratory for analysis;

(b) Sample bottles, new or used, must be cleaned. For recommended
methods, see Tables 3.1 and 3.2 in Chapter 3;

{c) Only the type of sample bottle recommended for each parameter
should be used (sce Tables 3.1 and 3.2 in Chapter 3 and Tables 6.1
and 6.2 in Chapter 6);

(d Water sample boitles should be nsed for water samples only.
Bottles that have been used in the laboratory to store concentrated
reageits should never be used as sample containers;

{e) Before being used in the ficld, all preservatives must be tested and
the containers spot-tested for cleanliness;

6d) Recommended preservation methods must be used (e.g. section 6.2
and Tables 6.1 and 6.2 in Chapter 6). All preservatives should be
of analytical grade. They should be provided and certified by the
analytical laboratory;

(2) When preserving samples, the possibility of adding the wrong
preservative to a sample or cross-contaminating the preservative
stocks is minimized by preserving all the samples for a particular
group of parameters together;

(h) Solvent-rinsed Teflon or aluminum foil Tiners should be used Lo
prevent contamination from the bottle caps of water samples which
are to be analysed for organic compounds;
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The inner portion of sample containers and caps must not be
touched by bare hands, gloves, mitts or other objects;

Sample containers must be kept in a ciean environment away from
dust, dirt, fumes and grime. Vehicle cleanliness is an important
factor in eliminating contamination problems;

Petrolenm products (e.g. gasoline, oil and exhaust fumes) are
prime sources of contamination. Spills or drippings {which are apt
1o occur in boats) must be removed immediately. Exhanst fumes
and cigarette smoke can contaminate samples with lead and other
heavy metals. Air-conditioning units are also sources of trace
metal contamination;

The sample collector should keep his/her hands clean and refrain
from smoking while working with water, sediment or biota sam-
ples;

Filter units and related apparatus must be kept clean, using proce-
dures such as acid washes and soaking in special solutions, and
should be wrapped in solvent-rinsed aluminum foil;

Boltles which have been sterilized must be kept sterile until the
sample is collected. If the sterile heavy-duty paper or aluminum
foil has been lost or if the top seal has been broken, the bottle
should be discarded;

All foreign and especially metal objects must be kept out of con-
tact with acids and water samples;

Specific conductance should never be measured in a sample that
was first used for pH measurements. Potassium chloride diffusing
from the pH probe alters the conductivity of the sample;

Samples must never be permitied to stand in the sun; they should
be stored in a cool place - ice chests are recommended;

Samples must be shipped to the laboratory without delay; the travel
time for a sample from a sampling site to the laboratory is one of
the elements considered in the network design.

Additional sampling precautions related to water conditions at a particular
location (shatlow water) or season (winter) are discussed in section 3.4,
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274 QUALITY ASSURANCE

Quality assurance is an essential and integral element of a ficld programme.
In addition to standardized ficld procedures, field quality assurance requires the sub-
mission of blank and duplicate samples to test the purity of chemical preservatives; to
check any cquipment used in sample collection or handling for contamination {sam-
ple containers, filtering equipment and the like); and to detect other systematic and
random errors occurring from the time of sampling to the time of analysis. Replicate
samples must also be collected to check the reproducibility of the sampling. The tim-
ing and frequency of blank, duplicate and replicate samples are established in the pro-
ject design (cf. ESN, section 7.3).

2,741 Botile blanks

Prior to a field-sampling trip, it is recommended that one sample bottle for
every 10 of each type being used during the sampling trip should be selected at ran-
dom, filled with ultrapure distilled water,* preserved in the same manner as field
samples, and set aside for submission with the field samples for analysis for the
parameters of interest as "botlle blanks". This should detect any widespread contami-
nation caused by the bottle-washing process.

2.74.2  Sampler blanks

Periodic "sampier blanks”, consisting of ultrapure distilled water poured
into or permiited to pass through the sampler, should be prepared and analysed in the
laboratory for the parameter(s) of interest.

2.74.3 Filter blanks

If water samples are "field filiered" to determine dissolved components, the
field filters should be prewashed in the laboratory with a solation that can remove
any contaminants which might affect the accuracy of measurement of the parameter
of interest. Immediately after being washed, the filters should be sealed in plastic
Petri dishes for transport in the field. Filtering apparatus, such as funncls, should be
prewashed in the laboratory using the same procedure, and then sealed in polycthy-
fene bags (Zip-Lock or Whirl-Pak in Canadian practice) for transport in the field.

*  In the Canadian practice, ultrapure distilled water is obtained by passing distilled water
through a Coming model AG-11 all-glass distillation unit and then through a Millipore
Super Q Ulirapure Water System containing a prefilter cartridge, an activated carbon car-
tridge and a mixed bed de-fonization cartridge.
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A daily "filter blank" should be prepared by passing a sample of ultrapure
distilled water through one of the prewashed filters in the filtration apparatus, pre-
serving it in the same manner as the water samples, and then returning it to the labo-
ratory for analysis for the parameter(s) of interest.

2.74.4 Field blanks

Daily "field blanks" (one blank is suggested for every five to 10 water sam-
ples) should be prepared in the field at the end of each day's sampling by filling the
appropriate sample bottles with ultrapure distilled water, adding preservative in the
same manner as it was added to the water samples, capping the bottles tightly and
transporting them to the taboratory in the same manner as the watcr samples. Field
blanks need only be prepared for samples to be analysed for parameters that require
chemical preservation.

2.74.5 Duplicate samples {(spliis)

Duplicate samples are obtained by dividing one sample into two or more
identical sub-samples. This should be donc pericdically 10 obtain the magnitude of
errors owing to confamination, random and systematic errors, and any other variabili-
ties which are introduced from the time of sampling until the samples arrive at the
laboratory.

2.74.6 Replicate samples (temporal)

These are two or more samples taken at the same location sequentially at
specified intervals over a specific period of time. They are taken to measure the
uncertainty due to temporal variations of various parametcrs in the water body. The
number and frequency of these samples are usually determined by a pilot study, as
discussed under 2.4.

2.74.7 Spiked samples

At least once at each sampling point, control samples for each parameter
being measured should be prepared by spiking a four-way split of a single water sam-
ple with three different levels of the parameter of interest, within the concentration-
range capability of the analytical method employed. The information gained from
these control samples is used to reveal any systematic errors or bias in the analytical
methodology, which is important in interpreting the data,
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COLLECTING SURFACE-WATER SAMPLES

3.1 Types of surface-water samples

The type of surface water-sample t0 be collected is determined by a number
of factors such as:

(@) The objectives of the study, including the parameters of interest
and the precision and accuracy needed;

(b The characteristics of the system being siudied, including the flow
regime, climatic conditions, industrial inputs, groundwater infu-
sions, tributaries, the homogeneity of the body of water and the
aquatic life present;

{c) The resources available, i.e. manpower, equipment and materials.

It is recommended that the design of the field-sampling programme be test-
ed and assessed by a pilot project or in the initial rounds of sampling to ensure both
its effectiveness and efficiency with respect to the objectives of the study. For exam-
ple, assumptions about the temporal and spatial homogeneity of a river or lake can be
tested by cross-sectional and vertical sampling, or the frequency of analysis of water-
quality parameters can be re-examined. Other elements of the sampling programme,
such as ensuring that an adequate velume of water is collected or that the shipping of
samples is satisfactory, can also be checked during the pilot project.

311 Grab samples

A "discrete” grab (or spot) sample is one that is taken at a selected Iocation,
depth and time, and then analysed for the constituents of interest.

A "depth-integrated” grab sample is coliected over a predetermined part or
the entire depth of the water column, at a selected location and time in a given body
of water, and then analysed for the constituents of interest,

The collection of grab samples is appropriate when it is desired to (HSS,
section 2.2);
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(a) Characterize water quality at a particular time and location;
(b Provide information about minima and maxima;

(c) Allow collection of variable sample volumes;

(d) Deal with a stream which does not flow continuously;

{e) Analyse for parameters which are likely to change;

(3] Establish the history of water quality based on relatively short
time intervals,

312 COMPOSITE SAMPLES

A composite sample is obtained by mixing several discrete samples of
cqual or weighted volumes in one container, an aliquot of which is then analysed for
the constituents of interest, or by continuously sampling the flow.

There are two main types of composite sample.
3.12.1 Sequential,or time, composite

This composite is made up by:

(a) Continuous, constant sample pumping; or

(b) Mixing equal water volumes collected at regular time intervals.
3.122 Flow-proportional composite

This composile is obtained by:

(2) Continuous pumping at a rate proportional to the flow;

(b) Mixing equal volumes of water collected at time intervals which
arc inversely proportional to the volume of flow; or

{© Mixing volumes of waler proportional to the flow collected during
or at regular time intervals,

A composite sample provides an estimate of average water-quality condi-
tion over the period of sampling. Advantages and disadvantages of the different
methods of compositing are discussed in HSS, 2.2.4, and a diagram of a setup for
type {c) above is shown in HSS, 2.3.3. An obvious advanlage is in the economy of
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reducing the number of samples to be analysed. On the other hand, compaosite sam-
ples cannot detect changes in parameters occurring during the sampling period.

32 Collecting a representative water sample (cf. section 2.3)

For water-quality sampling sites located on a homogeneous reach of a river
or stream, the cotlection of depth-integrated samples in a single vertical may be ade-
quate. For small streams a grab sample taken at the centroid of flow is usually ade-
quate (CPQ, section 5.B.4.b.1).

For sampling sites located on a nonhomogencous reach of a river or stream,
it is necessary to sample the channel cross-section at the location at a specified num-
ber of points and depths. The number and type of samples taken will depend on the
width, depth, discharge, the amount of suspended sediment being transported and the
aquatic life present. Generally, the more points sampled along the cross-seclion the
more representative the composite sample will be. Three to five verticals are usually
sufficient and fewer are necessary for narrow and shallow streams,

Onc common method is the EWT (equal-width increment) method, in which
verticals are spaced at equal intervals across the siream. The EDI or equal-discharge
increment method requires detailed knowledge of the streamflow distribution in the
cross-section in order to subdivide the cross-section into verticals proportional to
incremental discharges (CPQ, section 5.B.4.b.1).

The following general guidelines apply to the collection of a water sample:

(a) Do not include large nonhomogeneous particles, such as lcaves and
detritus, in the sample;

{b) Face the sampling apparatus upstream to avoid contamination.
Sampling from the upstream side of a bridge enables the collector
to see whether any floating maierial is coming downstream and
aids in the prevention of contamination of the sample from paint
chips or dirt from the road;

(c) Collect a sufficient volume to permit replicate analyses and quali-
ty-control testing, if required. If not otherwise specified, the basic
reqaired volume is a summation of the volumes required for analy-
sis of all the parameters of interest;

{d) Maintain accurate records on the field-sampling sheets of possible
sources of interference, environmental conditions and problem
areas (section 5.2.1).
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3.3 Field equipment and techniques
331 (GRAB-WATER SAMPLERS

Grab samplers may be divided into two broad categorics: those appropriaie
for taking samples in which only non-volatile constituents are of concern and those
for taking samples in which dissolved gases and other volatile constituents must be
analysed. Grab sample types can also be divided into discrete (surface or specific
depth) and depth-integrating samplers. Both depth-integrating samplers and discrete
samplers may be nsed to collect water for the determination of non-volatile con-
stituents; a "multiple” sampler can also be used for this purpose.

No simple technique is available for obtaining a representative sample of a
surface film such as oil or grease. A grab sample can be taken with a solvent-cleaned
glass bottle opened just below the surface, but the sample will only be qualitative
(SRS, 8.4.4; GDS, 12.1.1).

A grab sample may be taken using a "sampling iron" (section 3.3.1.1) with
an appropriate. bottle, a Van Dorn bottle (section 3.3.1.2), a Kemmerer-style botile
(section 3.3.1.2) or a pump-type sampler (section 3.3.1.2). Composite samples can
be made from several grab samples or they can be obtained with special compaesite
samplers (e.g. infegrating samplers}.

3.3.1.1 Depth-integrating samplers

A depth-integrated sample may be taken by lowering an open sampling
apparatus (o the bottom of the water body and raising it to the surface at a congtan(
rate so that the bottle is just filled on reaching the surface. This procedure will result
in a sample which approximates a theorctical depth-intcgrating sample. A sampling
iron used for this purpose is briefly described below,

A very simple method is to take a sample through the whole depth, by
sclecting a flexible, clear plastic tube, weighted at one end, with an internal diameter
designed to give a sufficient sample volume (e.g. 4 litres), lower the weighted end to
the desired depth, pinch off the tube at the surface, raise the tube and drain the con-
tents into a sample container (LTM, section 5.2.4).

Depth integration may not be possible in shallow streams where the depth
is insufficient to permit infegration, In such cases, care must also be taken not to dis-
turb the river bottom when taking a sample, One suggestion in such cases is to dig a
hole in the bottom, let the stream settle and sample down to the top of the hole.

Sampling iron

This apparatus is a device which is made of iron and painted with a rust
inhibitor. The weight of the sampler shown (Figure 3.1) is approximately 2.7 kg.
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~~NECK HOLDER

BOTTLE

SAMPLING IRON

: OPTIONAL WEIGHT { 5kg)
Figure 3.1 Sampling iron

Typically, this design permits the use of a 2 litre sample bottle when the
bottle-neck holder is in the uppermost position; smaller bottles may be used when the
holder is located in lower positions.

The sample bottles are placed in the sampler and secured by the neck hold-
er. In some cases, sampling irons may have provision for additional weights to
ensure a veriical drop in strong currents,

A depih-integrated sample is taken by permitting the sampler to sink to the
desired depth at a constant rate and then retrieving it at approximaiely the same rale.
The rate should be such that the botile has just been filled when reaching the surface.

3312 Discrete samplers

Discrete samplers are used to collect water at a specific depth. An appro-
priate sampler is lowered 10 the desired depth, activated and then retrieved. Van
Dom, Kemmerer and pump-type samplers are frequently used for this purpose. Other
varieties are depicted in WQS, SRS and GEM: Meyer's sampling bottle (WQS,
p. 134); Dussart sampler (WQS, p. 134; SRS, p. 97); depth immersion samplers
(GEM, p. 13; SRS, p. 90); the rat-trap botile (3RS, p. 98); Rutiner's bottle (SRS, p.
93); Friedinger's altemnative to Kemmerer or Van Dom (WQS, Fig. 21; SRS, p. 93);
various forms of double-bottle systems (SRS, pp. 91-2). For a small stream, a house-
hold bucket on the end of a rope may be adequate.
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Van Dorn boitle

The Van Dorn bottle is designed for sampling at a depth of 2 m or greater.
The sampler, shown in its two configurations in Figure 3.2, is available in both
polyvinyl chloride and acrylic plastic materials so that it may be used for general or
trace motal sampling. Ncoprene of silicone seals are available. The silicone seals are
required for trace-metal sampling. The end scals are made of semi-rigid mouided
rubber or rigid machined plastic with gaskets. A drain valve is provided for sample
removal, The horizontal configuration should be used when samples are taken at the
bottom, at the sediment-water interface, or when samples are required from a narrow
band of the depth profile (e.g. chemocling, thermocline). Sarnpler volumes from 2 (o
16 lifres are available.

TRIP

BODY MECHARISM

DRAIN VALVE
DRAIN VALVE

HORIZONTAL CONFIGURATION VERTICAL CONFIGURATION

Figure 3.2 Van Dorn bottle

Although operation of the Van Dom botile varies slightly depending on its
size and style, the basic procedure is the same:

(2) Open the sampler by raising the end seals;
(b Set the trip mechanism;

(©) Lower the sampler to the desired depth;
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(d) Activate a metal or rubber messenger to “trip” the mechanism that
closes the end seals of the sampler;

(e) Transfer the water sample from the Van Dom bottle to individual
sample containers via the drain valve.

Kemmerer sampler

The Kemmerer-style sampler is one of the oldest types of messenger-oper-
ated vertical samplers. It is commonly used in water bodies with a depth of 1 m or
greater. The Kemmerer sampler, which is shown in Figure 3.3, is available in brass
and nickel-plated brass for general water sampling. For trace metal sampling,
Kemmerer samplers are made of polyvinyl chloride and acrylic plastic with silicone
rubber seals. Both metal and plastic samplers are available in volumes ranging from
0.5 to 8 litre.

MESSEMGER

=

ROPE ﬂ

END SEAL "

BODY
PVC, BRASS, OR
NICKEL PLATED}

END SEAL

Figure 3.3 Kemmerer sampler



46 CHAPTER 3

The operation of the Kemmerer sampler is the same as that for the Van
Dorn bottle.

Both the Van Domn and Friedinger (Figure 3.4) samplers have the advantage
over the Kemmerer bottle that their lids do not lie in the path of the flow of water
through the sampler; the Kemmerer lids are held over the openings, which can cause
eddics and limited disturbance of stratification.

Figure 3.4 Friedinger sampler

Pumps

Three types of pumps - diaphragm, peristaltic and rotary - are available to
collect samples from specified depths. In general, diaphragm pumps are hand operat-
ed; the peristaltic and rotary pumps require a power source and consequently have
limited field utility. Peristaltic pumps are not recommended for the collection of
samples for chlorophyll analysis, as damage to the algal cells may occur. All pumps
must have an internal construction that does not contaminate the water sample. Input
and output hoses must also be free from contaminants,
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The following are general procedares:

(@) Place the input hose at the water depth specified by the sampling
programme. Take care not to pump up oil, algal mats or other
debris;

(b) Purge the pump and hoses with water from the station to be sam-
pled before the actual water sampling begins;

) Each pump should be operated according to the instruction mannal
for that particular pump;

(@) Fill the type and number of sample bottles required at each station
from the output hose.
Note: Take care not to contaminate the pump system. Do not permit the

hoses to drag on the ground when the system is being ransported.

Collecting samples in shallow waters presents special problems. A double-
bottle pump system for this use is shown in Figure 3.5 (WQS, Fig. 23).

Figure 3.5 Pump-sampler system for shallow waters

Multiple sampler

A "multiple” sampler (Figure 3.6) permits the simultaneous collection of
several samples of equal or different volumes at a site. Each sample is collected in its
own bottle. When the samples are of equal volume, information concerning the
instantancous variability between the replicate samples can be obtained.

The sampler may be altered t0 accommodate different sizes and numbers of
bottles according to the requirements of specific programs. This may be done by
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changing cup sizes, length of cup sleeves and the configuration and size of openings
in the clear acrylic top.

Figure 3.8 Multiple sampler

332 DISSOLVED-OXYGEN SAMPLER

A typical sampler for collecting samples for determining dissolved cxygen
concentration and biochemical oxygen demand is illustrated in Figure 3.7. Other
samplers such as the Dussart bottle have also been used, and a multiple sampler is
shown in WQS, Figure 17. As these must be pulted up open, some admixture with
upper layers is possible. If certain grab samplers are fitted with bottom drain tubes,
they may be used by running the sample into the bottom of the analysis container.

The samples should be collected in narrow-mouthed biochemical oxygen
demand (BOD) bottles that have bevelled glass stoppers 1o avoid entrapment of air in
the samples. The procedure is cutlined below:

(a) Place a 250- to 300-ml BOD bottle in the sampler and fasten the
lid of the sampler in place, ensuring that the filling tube on the
inside of the lid is positioned inside the BOD bottle;
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Figure 3.7 DBissolved-oxygen sampler

(b) Lower the sampler into the water to the required depth and leave it
there until air escaping from the sampler can no longer be seen;

{c) Retrieve the sampler and remove the lid. If bubbles are present in
the bottle, tap the sides of the BOD bottle with the glass stopper.
This procedure will release all trapped air bubbles. Place the spe-
cial bevelled stopper in the BOD bottle and then remove the bottle
from the chamber of the sampler.

Note:  Sampling of shatlow streams is not advisable with this sampler. If
it is necessary to sample a shallow stream, gently tilt the bottle
downstream, minimizing sample agitation (bubbling).

333 AUTOMATIC SAMPLERS

Automatic samplers rangc from elaborate instruments with flexible sam-
pling programmes requiring exiernal power and permanent honsing to simple,
portable, self-contained devices such as a submerged bottle whose rate of filling is
determined by a slow air bleed.
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These devices can sometimes be programmed to sample over extended
periods of time, but in order to meet the suggested maximum time limit of 24 hours
to analysis 24-hour samplers are most common. They reduce costly personnel
requirements if frequent sampling is required. If the site has automatic flow measure-
ment then they can also provide flow-proportional samples. Both composite and
indlividual sample models are available,

Regular maintenance and scrupulous cleanliness are essential if the samples
are to be representative. 1t is difficult to obiain representative samples of suspended
solids because of gas release on pumping which may also be a problem in sampling
for dissolved gases.

An extensive list of automaltic samplers and their capabilities is provided in
Table 2.4 of HSS.

34 Sampling procedures as influenced by station location and season

The use of proper sampling techniques and good judgement to obtain repre-
sentative water samples is of utmost importance. In the field, various sampling sitoa-
tions occur which require different sampling techniques. Situations in which water is
shallow are handled in a manner and with apparatus different from that used at deep-
water sites. Field technicians must be equipped to handle these situations. In addi-
tion, special considerations and precautions must also be taken during periods of ice
and snow (section 3.4.3).

Since the fluvial characteristics of a sampling station can change with sca-
son, annual maximum and minimum flows and year-round accessibility should be
considered when establishing a sampling station. When visiting an existing sampling
station or when establishing a new site, the field investigator should take a variety of
sampling equipment so that he or she is preparcd for any situation. Some of the prac-
tical sampling considerations related to location and season of sampling are outlined
in the following sections,

34.1 SAMPIING PROCEDURES FROM BRIDGES, ABUTMENTS, BOATS AND AIRCRAFT

Sampling from bridges is often prefcrred because of its easc of access,
exact identification of the sampling point, ability to control the position of sampling
and capability of sampling safely under all conditions of flow and weather. Boats
provide more {lexibility, and the fong travel time between stations can be avoided if a
small boat can be trailed behind a car. The sampling point must be identified by tri-
angulationr from landmarks, care must be taken not io disturb bottom sediments, and
there are navigation, high flow and storm hazards to consider. Aircraft, including
helicopters, are expensive but fast and flexible, Tests have shown that the distur-
bance of water under helicopters does not significantly affect the dissolved-oxygen
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concentration (GEM, Chap. 1, section 5).

The following are general procedures:

(a)

()

©)

(@)

©)

®

(&)

Attach sufficient rope to permit the sampler to reach the required
maximum depth. The other end of the rope should be secured to a
permanent fixture on the bridge, boat or aircraft;

Ensure that all of the lines that are suspending the samplers ("sam-
pling irons", Van Dorn and Kemmerer types) remain in the vertical
position 1o enable the accurate estimation of the depth of sample.
Depending on the sampler used, weights may be added; the greater
the stream velocity, the heavier the weight required. Every effort
should be made to keep boats and filoat planes on location by
anchoring or by the use of the boat’s motor;

When sampling from a boat, sample from the upstream side; if
sampling from a float aircraft, sample from the upstream and outer
side of the pontoons to minimize the chance of contamination from
enginc-oil leaks;

When sampling, it is important that the sampling bottle not be per-
mitted to touch the bottom of the river or lake to avoid contamina-
tion from stirred-up sediment, To prevent ihis, it is useful (o prede-
termine the water depth;

Rinse the sampler three or four times with the water to be sampled
unless the sampler contains a bottle which contains a preservative
or is sterile;

Obtain the required sample volume for field tests, then repeat the
procedure to fill the remaining bottles.

Carry out the required preservation procedures for each sample.
See section 6.2 on preservation techniques.

342 SAMPLING PROCEDURES FROM SHORES, STREAM BANKS AND WHARVES

Bankside sampling should only be used where no alternative is possible
(GEM, Chap. 1, section 5). If no other option is available, the sample should be
taken where the water is turbulent or from the outside bank of a bend where the wates

is fast and deep.

A "sampling iron" is often used when water samples arc collected from
shores, stream banks and wharves.
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The following are general pracedures:

(@

(b)

©

(@)

Note:

(e)
(f)

{g)

Q)

Insert an open elean sampling bottle into the metal holder provid-
ed, ensuring that the ring clamp is securely locked in the holder
frame by a key ring or suitable pin. Attach sufficient rope to the
holder to permit sampling at the desired depths. Secure the other
end of the rope to a permanent fixture on the bank or whazf.
Sampling weights should be added as requircd, as dictated by
stream velocity;

Throw the bottle with holder well out into the stream. Im the case
of very shallow streams (approximately 0.5 mj}, the field investiga-
tor should collect the sample by hand, wading out if necessary with
suitable precautions, facing upsiream and making sure not to con-
taminate the sample with sediment, debris and other floating materials;

Pull the bottle and holder in quickly to prevent the bottle from
touching or becoming snagged on the bottom of the stream;

Rinse the sampling bottle three or four times with the water col-
lected in step {c). Tt is important that the sample bottle be well
rinsed with the water to be sampled before the sample is collected;

If preservative has been added to the bottle prior to sampling or if
the bottle is sterile, do not rinse,

Repeat steps (b) and (¢);

Rinsc a heaker three or four times with the sampled water. Refill
the beaker and carry out the field tests;

After completion of field tests, repeat the sampling procedure to
fill the remaining bottles required for laboratory tests;

Carry out the required preservation procedures for each sample.
See section 6.2 on preservation technigues,

WINTER SAMPLING PROCEDURES

Sampling of ice and snow under winter conditions requires: somewhat dif-
ferent techniques. The safety precausions outlined in section 13.7 should be followed.
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The following are general procedures:

(a)

W)

©

(d)

)

®

Overlying snow should be removed from the ice surface to provide
a suitable working area;

Gas-powered angers arc often used for drilling holes, Take extra
care to avoid gas, oil and exhaust contamination of sampling
equipment;

Except in the case of shallow flowing streams, samples must not be
taken from the hole in the ice but should be taken as a depth-inte-
grated sample below the ice cover (secticn 3.3.1.1);

The hole in the ice must be cleaned of debris and ice chips; use a
dip net or other "deslushing” device;

Field measurements are not generally taken out on the ice but
rather in the warmth of a vehicle, as meters tend to operate poorty
in extremely cold conditions. An insulated box should be used and
care taken to prevent samples from freezing in - sub-zero tempera-
ures;

If a pump system is being used, power should be avaitable to warm
the lines {e.g. heating tapes) and sampler; large plastic bags around
the lines and sampler will help to keep them from cooling.

s Preparation for field trips

An instructive narrative account of a hypothetical week for a typical nation-
al water-quality monitoring network region in the USA is given in FSN, Appendix D,

p. 179,

351 (GENERAL PREPARATION

(a)
(®)

©
(d)

Obtain specific instructions on sampling procedures;

Preparc an itinerary according to the sampling schedule (see also
Chapter 13);

Prepare lists of required equipment and materials;

Ensure that all sample boitles have been cleaned in accordance
with standard procedures;
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©) Ensure that the laboratory has prepared the chemical reagents and
standards necded for the trip;

H Prepare checklist (section 3.5.4).
3.5.2 BOTTLE WASHING AND PREPARATION

Sample bottles are usually provided by the analytical laboratory. The two
major types of container materials are plaslic and glass. Borogilicate glass is inert to
most materials and is recommended when glass containers are required, such as when
coliecting samples to be analysed for organic compounds. Polyethylene is inexpen-
sive and adsorbs fewer metal ions. Tt is used for samples which will be analysed for
inorganic constituents, e.g. major ions and metals. Polyethylene containers should
not be used for trace organic samples such as pesticides and some volatile substances
which can diffuse through plastic walls. Light-sensitive samples require opaque or
non-actinic glass containers. Narrow-mouthed bottles with pointed glass stoppers for
dissolved gases have been described above (3.3.2). Containers for microbiological
samples must withstand sterilization, either by autoclaving or with ethylene oxide.

Boite caps are a potential source of problems. Glass stoppers may seize
up, particularly with alkaling samples. Cap liners other than Teflon may introduce
contaminants or absorb trace samples.

Containers and cleaning procedures for specific determinands are given in
Tables 3.1 and 3.2. For additional information, see HSS, section 3.4.1; SRS, section
9; GST, section 5.3; and GPH scction 3.2.2 and table.

3.53 SELECTION OF SAMPLE VOLUME

The volume of sample required depends on the type and number of parame-
ters to be analysed, the analytical method and the expected concentrations of the
parameters in the water, Laboratory personnel will specify the sample volume
requircd. The required sample volume can be determined by listing all of the param-
eters that are prescrved in the same way, totalling the volumc needed for preparation
and analysis and then multiplying by twa for duplicate and three for triplicate analy-
ses.

The following points should be kept in mind (SRS, section 8.1):

(a) When contact with air is to be avoided, ¢.g. when determining dis-
solved gases, substances that react with air, pH and conductivity in
waters of low conductivity, the sample container should be com-
pletely filled;
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354

®

(©

(d)

When samples require vigorous shaking before taking aliquots for
analysis, the container should not be completely filled;

Where both requirements must be met, completely fill the bottle
but add picces of clean, sterile inert solid such as beads.
Precautions for sampling then will depend on how sensttive the
determinand is to air;

When the sample contains discrete particles, e.g. undissobved
materials, bacteria and algae, a volume of sample larger than usnal
may bec needed to minimize errors arising from statistical variation
in the number of particles present in a given volume of sample.

CHECKLIST PRIOR TO FIELD TRIP

(a)

(b)

(©

(d)

()

0

8

(k)

(M
)

(k)

Check and calibrate meters (pH, specific conductance, dissolved
oxygen, turbidity) and thermomeiers;

Replenish supplies of reagents for dissolved oxygen determina-
tions as well as reagents for chemical preservation;

Obtain fresh buffer solutions; pH values for the buffers should he
close to the values expected in the field;

Obtain KCI solution for pH probes;

Obtain road maps, station-location descriptions, field-sampling
sheets, sampling bottles, labels, samplers, preservation reagents,
pipeites and equipment manuals;

Obitain writing materials, exira rope and a comprehensive tool box;

Obitain charging cords if the equipment has in-ficld charging capa-
bilities;

Obitain distilled water and clean beakers for pH, blanks and buffer
measurements;

If field filtering is required, obtain filtering apparatus;

If microbiological sampling is to be done, obtain sterile bottles and
ice chests. Ice chests are recommended for all sample storage;

Check the contents of the emergency first-aid kit.
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TABLE 3.1 Washing procedures and containers for water samples

Parameter(s) to Recommended Washing
be-analysed container* procedure

Acidity 1000 ml polyethylene Rinse three times with
Alkalinity tap water, onco with
Calcium chromic acid,T three
Chioride limes with tap water,
Fluoride once with 1:1 nitric
Hardness acid and then three
Magnesium times with distilled
pH water in that order
Sodium
Sulphate
Colour
Spedific conductance
Turbidity
Nonfilterable residue
Potassium:
Arsenic

Nitrogen; ammeonia 250 mi polyethylene
Nitrogen, nitrate

nitrite

Carbon, total organic

Nitrogen, total

Phosphorus, total 50 ml glass {Sovirel)

Rinse three times with
tap water, once: with:
chromic acid,T three
times with tap water
and three times with.
distilled-water in-

that order

Rinse three times with
tap water, once with
chromic acid,t three
times with tap water and
three: times with distilled
water in that order

* Teflon containers can also be used to replace either the recommended

polyethylene ar glass containers.

1 Chromic acid - 35 ml salurated NayCr05/1 | reagent grade conc.

HaS50,.

1 Chromic acid should not be used when the sample will be analysed for

chromium,

§ Ultrapure distilled water is obtained by passing distilled water through
a Corning model AG-11 all-glass distillation unit and then through a
Millipore Super Q Ultrapure Water System containing a prefilter
calridge, an activated carbon cartridge and a mixed bed deionization

catridge.

++ Special grade acetone - pesticide grade when GC analysis 1o be

performed, UV grade for LC analysis.
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Table 3.1 (contd)

Parameter(s) to Recommendad Washing
be analysed container* procedure

Aluminum 500-1000 ml polyethylene  Rinse three times with

Antimony (depending upon number  tap water, once with

Barium of metals to be deter- chromic acid, three

Beryllium mined) times with tap water,

Cadmium once with 1:1 nitric

Chromium#* acid and then three

Cobalt times with ultrapure

Copper dislilled water,8in

Iron that order

Lead

Lithium

Manganese

Molybdenum

Nickel

Selenium

Strontium

Vanadium

Zinc

Silver 250 ml polyethylene Rinse three times with

{amber) tap water, once with

chromic acid,t three
times with tap water,
once with 1:1 nitric
acid and then three
times with ultrapure
distilled water,#in
that order

Mercury 100 ml glass (Sovirel) Rinse three times with

Organochiorinated
pesticides and PCBs

1000 ml glass {amber)
with Teflon-lined cap

tap water, once with
chromic acid,t three
times with tap water,
once with 1:1 nitric
acid and thon three
times with uitrapure
distilled water,3in
that order

Rinse three times with
tap water, once with
chromic acid,t three
times with
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Table 3.1 (contd)

Parameter(s} to Becommended Washing
be analysed container* pracedure
Organophospharus 1000 m! glass (amber) organic-free water,
with Teflon-lined cap twice with washing

acetone, once with

special grade++ acetone,
twice with pesticide grade
hexane and dry (uncapped)
in & hot air oven at 360°C

Pentachlerophenol 1000 ml glass {amber) Rinse thrae times with tap
with Teflon-lined cap water, ence with chromic

acid, T three times with
organic-free water, twice
with washing acetone,
once with special grade++
acetone, twice with
pesficide grade hexane
and dry (uncapped} in
a hot air oven at 360°C
for atleast 1 h

Phenolics 1000 mi glass (amber) Rinse three times with
with Teflon-lined cap lap water, onee with

chremic acid,T three
times with organic-free
water, twice with washing
acetone, once with
speciat grade** acetone,
twice with pesticide
grade hexane and dry
{uncapped} in a hot air
over at 360°C for at

least Th
Phenoxy acid 1000 ml glass {amber) Rinse three times with
herbicides with Teflon-line cap tap water, once with

chromic acid,t three
times with organic-free
water, twice with
washing acetone, once
with special grade+*
acetone, twice with
pesticide grade hexane
and dry {uncapped) in
a hot air oven at

360°C for atleast 1 h
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TABLE 3.2 Washing procedures and containers for bottom sediments
and fish-tissue samples

Paramster(s) to
be analysed

Recommended
container®

Washing
procedure

Aluminum
Barium
Beryllium
Cadmium
Chromium
Cobalt
Copper
Iron

tead
Lithium
Manganese
Mercury
Nickel
Zinc

Organechlorinated
pesticides and PCBs

Polyethylene bags
{Whirl-Pak or Zip-Lock)

Reynolds Aluminum
small freezer trays,
1idemxidem

Use as shipped from
manufacturer - no
washing required

Rinse three times with
tap water, three times
with organic-free

water, twice with
washing acetone, once
with special gradet
acetone, twice with
pesticide grade hexane
and dry in a hot oven
at 360°C for at least 1 h

* Teflon containers can also be used to replace either the recommended
polyethylene or glass containers.
1 Special grade acetone - pesticide grade when GC analysis to be
performed, UV grade for LG analysis.
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FIELD-MEASURED PARAMETERS

This chapter describes the measurement of some water-quality parameters.
Conductivity, pH, dissolved oxygen, temperature, turbidity, colour and transparency
can change during storage of a sample, and should therefore be measured in sify or in
the field as soon as possible after sample collection.

The sample collector should also look out for any unusual features of the
body of water being sampled, or any changes from previous sampling periods. These
qualitative observations might include unusual colour or odour, surface films and
floating objects. Any special environmental conditions should be neted such as rain-
fall, heavy winds, storm runoff or ice breakup.

4.1 pH measurement

The pH is a measure of the acidity or alkalinity of a solution. It is the nega-
tive of the logarithm to the base 10 of the hydrogen ion concentration, Neutral soiu-
tions have a pH of 7, acid solutions a pH of less than 7 and alkaline solutions a pH
greater than 7. In unpolluted natural waters, the pH is largely controlled by a balance
between carbon dioxide, carbonate and bicarbonate ions. The concentration of car-
bon dioxide can be altered in turn by exchanges at the air-water interface and by pho-
tosynthesis and decay processes.

Changes in pH are caused by acid rain, industrial wastes, mine drainage
water or leaching of minerals. The pH is an important criterion of the quality of
water because it affects the viability of aquatic life and many uses of water.

Optimally, pH is determined in situ, but if this cannot be done it can be
determined by taking a water sample and measuring the pH as soon as possible in a
field laboratory or on the shore of the water body.

The preferred method of measurement is electrometric because of its ease
and greater accuracy. The pH is proportional to the electromotive force (EMF) or
electrical potential between a hydrogen-ion-responsive glass membrane clectrode,
immersed in the sample, and a reference electrode. There are many portable battery-
powered pH meters on the market today; the investigator should select the one that
suits his needs best. Digital meters are preferable, since analogue (e.g. pointer on a
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scalc) meters are sometimes difficult to read while taking in sity measurements, as in
4 boat on rough water.

For additional information, sce TNW, section 3.2.

4.1.1 PROCEDURE FOR TAKING PH MEASUREMENTS

Use the manual supplied with the instrument fo calibrate, operate and main-
tain the pH meter. The following should also be considered:

(@)

)

()

(d)

©

®

(8)

The instrument, including the battery, should be thoroughly
checked and then calibrated in the laboratory before it is taken to
the lield. The buifer solutions should be periodically checked in
the laboratory;

In the field, the instrument should be recalibrated before cach read-
ing with appropriate buffer solutions and according to the instruc-

tions in the operating manual,

Adjust the temperature of the buffer solutions and electrodes by
submerging the bottles of buffer and clectrodes in the water sam-
ple. Exireme care must be taken 1o prevent the water from enter-
ing the buffer bottles or the filling hole of the reference electrode.
An tquivalent procedure is to measure the temperature of the
buffer, 1o calibrate the meter and then o re-adjust the temperature
compensation to the temperature of the sample;

If the electrodes have not been used recently, or have been allowed
to dry for several days, they may require 10 1o 20 minutes 1o stabi-
lize. If the electrodes will not stabilize, try cither a new teference
or 4 pH elecrode tip in a rubber or plastic sack (such as the finger
cut from a plastic glove) containing a few millilitres of buifer solu-
tion;

In dry, windy climates, a static charge tends to build on the plastic
face of a pH meter, causing erratic movement of the indicator nee-
dle. Antistatic spray, such as that for phonograph records, sprayed
on the meter face reduces this problem;

Protect the meter from extreme temperatureé changes during mea-
surement, as these affect the stability of the electronic system and,
consequently, the precision of the measurement;

In cold waters, slow electrode response may result from the precip-
itation of the saturated filling solution in the reference electrode,



FIELD-MEASURED PARAMETERS 63

thereby reducing the fluid contact. This can be remedied by per-
mitting the filling solution to reach ambient temperature before
filling the reference electrode. However, this will only remedy the
situation for a few samples;

{h) Before taking a measurement, thoroughly rinse electrodes and a
glass or plastic beaker with sample water. Let the electrodes stand
in the sample water for at least two minutes to stabilize before tak-
ing areading. A reading, using a fresh sample, should be repeated
until reproducible results (£ 0.1 pH units) are obtained.

The pH may also be determined colorimetrically by the use of pH indica-
tors and buffer standards for visual or colerimeter comparison. This method is in
general less accurate than electrometric methods, and is limited to waters with a Iow
content of coloured substances and with little turbidity.

412 MAINTENANCE OF PH PROBES

‘When combined electrode assemblies have been stored dry for a long peri-
od, the glass membrane should be soaked in a 3-mol/l KCl solution for 12 to 24 hours
before use. Meters may have a probe storage reservoir which should be filled with
electrolyte. Glass electrodes that have not been conditioned before use may not stabi-
lize properly and may require frequent recalibration.

If the pH meter shows a drift and the probe has been stored and correctly
conditioned, the probe itself may require topping up with additional 3-mol/l KC1
solution. Fill the probe according to specific assembly instructions. Frequent recali-
bration caused by electrodes with persistent drift may also be minimized by soaking
the electrode in 0.1 mol/l HCl or strong alkali.

The most common cause of rouble with combined electrode assemblies is
a blockage in the diaphragm. If this occurs, as indicated by persistent drifting, soak
the electrode in ammoniem hydroxide. For optimum performance, elecirodes should
be soaked for one to two hours in buffer prior to use, with buffers and samples equili-
brated at the same temperature (use a constant temperature bath),

As with any piece of equipment, the meter and probe should be protected
from dist, freezing temperatures and rough handling at all times.

4.2 Conductivity measurement
Conductivity, or specific conductance, measures water's ability to conduct

an ¢lectric current and depends on the concentration of ions in solution. It is mea-
sured in the field using a battery-powered Wheatstone bridge-type instrument,
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Most inorganic salts, acids and bascs dissociate into ions in water. Many
organic substances dissociate little or not at all. Although not specific for individual
substances, changes in conductivity can indicate saline intrusion angd other sources of
pollution. The relationship between conductivity and the concentration of dissolved
solids is usually lincar for most natural waters. Changes in this relationship indicate
changes in the proportions of different salts and therefore changes in the sources of
dissolved substances entering the water body.

In sitw conductivity measurement is preferable; if this is not possible, a
sample is collected and the measurement made as soon as possible, since the conduc-
tivity of a water sample may change with time. Dissolved carbon dioxide, for exam-
ple, contributes to the conductivity of a body of water.

Conductivity is temperature dependent. If the conductivity measurement is
nol automatically temperature corrected, usually to 20° or 25°C, then the temperature
at the time of measurement should also be recorded.

There are various conductivity meters available which also measure the
temperature and salinity. Since probes vary and cable lengths are optional, the inves-
tigator must select the equipment to meet the requirements of the sampling pro-
gramme.

Samples containing fat, grease or oil will pollute the electrodes, especially
platinum black electrodes, causing erratic results. Polluted electrodes must be
cleaned immediatcly after use.

421 PROCEDURE FOR TAKING CONDUCTIVITY MEASUREMENTS

The manual supplied with the conductivity meter should be followed for
calibration, opcration and tronble-shooting. .

Some general recommendations follow:

(a) The meter, including the battery, should be checked and calibrated
before it is taken to the field;

(b) The instrument should be recalibrated in the field before each read-
ing;

() To calibrate the instrument, KCI standard solutions with the specif-
ic conductance closest to the values expected in the field should be
used (Table 4.1);

() Do not use the same water sample in which the pH was measured
to measure the specific conductance, as KC1 diffuses from the pH
electrode;
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© Ensure that the probe does not touch the sides or bottom of the
sample container;

H Rinse sample containers and probe several times with the water
sample;

{g) Repeat the procedure with a fresh sample until reproducible con-
ductivity readings are obtained, i.c. within +5 per cent.

TABLE 4.1 Specific conductance of KCl solutions at 25°C

Concentration Specific conductance
molil g/ HS/cm
0.0001 0.007456 14.94
0.0005 0.03728 7390
0.001 " 0.07458 147.0
0.005 0.3728 7178
0.00702 0.5234 1000
0.01 0.7456 1413
002 1.5012 2787

Note: This table has been modified from Standard Methods
Jor the Examination of Water and Wastewater (1980)

422 CONDUCTIVITY METER AND PROBE MAINTENANCE

Equipment for measuring conductivity must receive the same care and
maintenance required by all sensitive instruments. Accurate readings require that the
meter be protected from dirt, shocks and freezing temperatures,

43 Dissolved-oxygen measurement

‘Water in contact with air dissolves oxygen as well as the other components
of air. After sufficient time, the water becomes saturated with oxygen, the equilibri-
um concentration being dependent on the partial pressure of the oxygen and on the
temperature. The concentration of oxygen in natural waters may not be the equilibri-
um saturation value becanse of rapid changes in atmospheric pressure, water temper-
atare, oxygen consumption by chemical reducing agents or micro-organisms, or 0xy-
gen production by aquatic green organisins.
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The dissolved-oxygen concentration is important for the evaluation of sur-
face-water quality and of wasie-treatment process conérol.

Dissolved oxygen (DO) should be measured in situ or in the field, as con-
centrations may show a large change in a short time if the sample is not adequately
preserved. Even when the sample is preserved, as in a Winkler analysis, it is advis-
able to run the titrations within three to six hours from the time of sampling.
Dissolved oxygen concentrations may be determined directly with a DO meter or by
a chemical method such as Winkler analysis. The usual measure of concentration is
mg/l, but per cent saturation is also used. The method chosen will depend on a num-
ber of factors including the precision and accuracy required, convenience, equipment
and personnel available and expected chemical interferences, The methods discussed
in this section are DO meters, Winkler analysis and the Hach method. For very pre-
cise measurements the potentiometric method should be considerad.

431 SAMPLING

(a) Collect water samples using the dissolved-oxygen sampler (details
of a sampler are given in section 3.3.2). Threc samples must be
taken. The recorded DO value will be the average of at least two
readings that are within 0.5 mg/l of each other;

(b) Measure the dissolved-oxygen concentration of the samples using
a dissolved-oxygen meter or Winkler chemical analysis.

432 DisSOLVED-OXYGEN METERS

Dissolved-oxygen meters can be used to measure dissolved-oxygen con-
centrations in situ, in the field or in the laboratory. Thay work on one of two princi-
ples: polarographic or potentiometric. Strictly speaking, the instruments respond to
activity of oxygen, not concentration; thus, fresh water saturated with oxygen gives
the same reading as salt water saturated with oxygen at the same pressure and tem-
perature, although the solubility of oxygen in salt water is less. The processes are
also temperature dependent; most instruments include methods for temperature com-
pensation. For further information see GEM, Chapter 111, pp. 16-28; TNW, p. 39; and

CPQ, p. 50.

The meters can be used under conditions which interfere with iodometric
methods (e.g. Winkier analysis), such as samples which are highly coloured or turbid
or which contain readily oxidizable or other interfering substances such as sulfite,
thiosulfate, polythionate, mercaptans or free chlorine. This method can also be used
to give a continuous record where needed, and can be used in conjunction with BOD
measurements.
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The procedure is as follows:

@

)

Calibrate the instrument by placing the probe in a water sample of
known dissolved oxygen concentration, i.e. determined by the
Winkler method or in a freshly air-saturated water sample of
known temperature. With the latter method calibration can be
done by using a table listing the solubility of oxygen in water at
different temperatures and pressures (GEM, Chap. 3, p. 26);

Place the probe in the solution to be measured and agitate the
probe. Let the probe come to temperature.

433 WINKLER ANALYSIS

There are a number of modifications of this iodometric method, particularly
the Alsterberg-azide modification described here, which avoids interfercnce by nitrite
ions. This method can be used to determine dissolved oxygen concentrations in the
ficld or laboratory with high precision (TINW, pp. 40,55; CPQ, p. 50; WQS, p. 146).

4.3.3.1 Winkler reagents®

@

(b)

©

Manganous sulfate solution - Dissolve 365 g manganous sulfate
monohydrate, MnS50,H,0, or 400 g manganous sulfate dihydrate,
MnS0O,.2H,0, or 480 g manganous sulfate tetrahydrate,
MnSO,4H,0, in freshly boiled distilled water and dilute to 1 litre,
A magnetic stirrer will speed up dissolution. Store in a glass bot-
tle;

Alkaline-iodide-azide solution - Dissolve 400 g sodium hydroxide
pellets, NaOH, in 500 ml of freshly boiled distilled water. Add the
sodium hydroxide in small increments and dissolve each addition
before proceeding. Add 900 g sodium iodide, Nal, while the solu-
tion is still hot. Dissolve 10 g sodium azide, NaN3, in 40 ml dis-
tilicd water. Add the sodium azide solution to the first solution and
dilute, if necessary, to 1 litre;

Sulfuric acid - concentrated reagent grade;

%  As described in the Analyrical Methods Manual, Water Quality Branch, Inland
Waters Directorate, Environment Canada, Ottawa, 1981,
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{d) Potassium bi-iodate, 0.000833 molil {0.01 N} - Dry a suitable
amount of primary standard grade bi-iodate, KH(IQ,),, at 105°C
for one hour. After cooling in desiccator, weigh out 0.3249 g and
dissolve in distilled water. Dilute to 1 litre and store this solution
in a tightly stoppered dark glass bottle;

(&) Starch indicator solution - Add 30 g of soluble starch to I litre of
glycerol. Heat the mixtare to 180°C, maintaining the temperature
until the solution is (ransparent;

) Sodium thiosulfate solution, 0.019 molfi {0.019 N], 1 ml = 1.5 mg
DO - Dissolve 4.8 g sodium thiosulfate pentahydrate,
Na,5,0,.5H,0, and 0.1 g sodium carbonate, Na,CO,, in 1 litre of
distilled water. Add a few drops of chloroform as a preservative.

{g) Standardization procedure - Fill a 250-ml BOD bottle with water
(not chlorinated tap water). Add 1.0 ml alkaline-iodide-azide
reagent, replace the stopper and mix. Add 1.0 ml concentrated sul-
furic acid and mix. Add 1.0 ml manganous sulfate and mix again.
Transfer 100 ml of solution from the BOD bottlc to an Erlenmeyer
flask and add 10.0 ml potassium bi-iodate solution. let the mixture
stand for at least two minutes in the dark, then titrate the liberated
iodine with thiosulfate solution to a very pale straw colour. Add
four drops of starch solution. Continue the titration until the blue
colour just disappears.

Normality (N,) of thiosulfate is obtained from the expression:
N] = N2 X V;[V 1
where

N, = normality of sodium thiosulfate;

¥V, = volume of thiosulfate;

N, = nomality of the standard bi-iodate solution;

V, = volume of potassium bi-icdate solution (this is always 10.0 ml.).

4.3.32 Winkier procedure

Remove stopper from the BOD bottle and add, using pipettes placed just
below the water surface, 1.0 ml of manganous sulfate reagent followed immediately
by 1.0 ml of alkaline-iodin¢-azide solution. Restopper the bottle at once and mix the
contents by shaking vigorously for at least 20 seconds or until the precipitated
manganous and manganic hydroxide is evenly dispersed. Ne air bubbles should be
trapped in the bottle. Let it stand for about two to three minutes, then shake the bottle
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again. Allow the precipitate in the sample to seitle at least one-third of the way down
the bottle (about 10 to 20 minutes required).

Add 1.0 ml concentrated, reagent grade H,SO, by permitting the acid to run
down the neck of the bottle. Restopper the bottle and shake gently until the dissolu-
tion of the precipitate.

By means of a pipette transfer 100 ml of solution from the BOD bottle to an
Erlenmeyer flask.

Titrate at once with thiosulfate solution to a very pale straw colour. Add
four drops of starch solution. Continue the titration until the blue colour just disap-

pears.

Calculate the dissolved oxygen content of the sample as follows:

NxVx8x100
mg/l DO=
993

where

N = normality of sodium thiosulfate solution;
V = volume of sodium thiosulfate solution used in the tifration.

This methed is not applicable under the following conditions:

(a) Samples containing more than 1 mg/1 of ferrous iron, However, if
1 m! fluoride solution is added before acidifying the sample and
there is no delay in titration, the method can be used in the pres-
ence of up to 100-200 mg/ ferrous iron. The potassium fluoride
solution is made by dissolving 40 g KE2H,0 in distilled water and

diluting to 100 ml;

(b) Samples containing sulfite, thiosulfite, polythionate, free chlorine
or hypachlorite;

{c) Samples with high concentrations of suspended solids;

(@D Samples containing other oxidizing or reducing materials.

In instances where this method is not applicable, a DO probe should be used.
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434 HACH METHOD

The Hach* method is used for determining dissolved-oxygen concentra-
tions in ihe field, It involves the same chemical reactions as Winkler titration, The
reagents, except the titrant, which is PAO (phenylarsine oxide), not thiosulfate solu-
tion, are contained in individual "powder pillows" premeasured for the required con-
centrations.

This method can be used when results within +0.5 to 1.0 mg/1 of the true
value are sufficient for the purpose of the study.

The kit containg a Hach dissolved-oxygen sampler, 300-ml BOD bottle,
60-m! BOD-type bottle, a vial and a small dispensing boitle containing the PAQO
titrant, as well as pillows of reagents in the dry granular form. Starch, which is not
supplied with the kit, must be obtained to assist in the detection of the end point.

Sample collection

(@ After the removal of the glass stopper, place the 60-ml DO sample
bottle in the sampler;

b) Replace the sampler lid, with the sample inlet tube extending into
the bottle;

(©) Lower the sampler by the chain, then pull out the stopper at the
desired depth;

(D When air bubbles stop rising from the sampler, raise the sampler
by the chain and carefully remove the sample bottle;

® Add the contents of one pillow of dissolved-oxygen 1 powder
{manganous sulfatc) and the contents of a dissolved-oxygen II
powder (alkaline-iodide-azide) pillow. Stopper the botile carcfully
s0 that air is not trapped in the bottle (see Note (1) below). Grip
the bottle and shake vigorously (see Note (2) below). A flocculant
precipitate will be formed. If oxygen is present, the precipitate
wilk be brownish orange;

)y Let the sample stand ontil the floc has setiled balfway and leaves

the upper haif of the bottle clear. Again shake the bottle and let it
stand until the upper half of the bottle is clear;

* Hach Chemical Company, Ames, Iowa, USA.
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() Remove the stopper and add the contents of one dissolved-oxygen
11T powder pillow (dry acid). Carefully restopper (see Note (1))
and shake to mix. The floc will dissolve and a yellow colour will
develop if oxygen is present. This is the prepared sample;

(h) Pour off the contents of the DO bottle until the level just reaches
the 30-ml mark on the botile;

{1 While swirling the sample to mix, guickly add PAQ by drops,
counting cach drop until the samples change to a pale straw colour.
Add a few drops of starch solution. Continue adding PAO until the
colour changes from blue to colourless. Each drop is equal to
0.2 mg/l dissolved oxygen.
Notes:

(1) It is difficult to stopper the DO bottle without getting air bubbles trapped in the bottle.
To avoid air bubbles, tip the DO bottle slightly and insert the stopper with a quick thrust.
This will force the air bubbles out. If air bubbles are trapped in the DO bottle in steps
(e) or (g), the sample shonld be discarded and the test started over.

(2) A small amount of powdered reagent may remain stuck to the bottom of the DO bottle at
this point, but this will not affect the test.

(3} Do not permit the PAO solution to stand in direct sunlight, as it is decomposed by ultra-
violet radiation.

(4)  When the water is saturated with dissolved oxygen, small bubbles of oxygen coming out
of solution in the 60-m! bottle will cause an air bubble to form at the stopper. This is
unavoidable; proceed with instructions as usual.

4.4 Temperature measurement

Temperature must be measured not only as an important property of water
in itself, but also because it is a variable in scveral of the other parameters measured
in the ficld.

Temperature should optimally be measured in sitw, as the temperature of
any water sample will readily equilibrate with its surroundings.

Temperature measurements may be taken with a great variety of thermome-
ters. These include alcohol-toluene, mercury-filled, bimetallic strip or elecirical ther-
mometers. The last category includes thermocouples and less portable varieties such
as thermistors, quartz and resistance thermometers. In addition some meters, such as
those nsed to measure dissolved oxygen and specific conductance, have temperature-
measuring capabilities. Temperature values at specified depths can be measured
in situ if adequate cables and probes are available. Oceanographic reversing ther-
mometers, which are turned over to fix the reading after five minuies at the depth, or
maximum-minimum thermometers may be used if suitable electrical instroments are
not available, Otherwise, lemperatures must be measured immediately in the field
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after ihe waier sample has been taken from the required location and depth.
Thermographs, i.e. continuous recording devices, and remote-sensing devices are
also available.

For further information, sce GEM, Chapter III, p. 6; WQS, p. 145 and
TNW, section 2.1.

In-field procedure

If a thermometer is used:

(a) Rinse the thermometer by pouring a portion of the water sample
over it;
(b) Immerse the thermometer in the sample for approximately onc

mimute or until the reading stabilizes. Do not place the thermome-
ter in any of the sample bottles being shipped to the laboratory;

() Record the valee in degrees Celsius on the field sheet.

4.5 Turbidity measurement

Turbidity is an optical measure of suspended scdiment such as clay, silt,
organic maiter, plankton and microscopic organisms in a water sample. It is to be
distinguished from "suspended solids", which are measured as the dried weight of
particles that can be filtercd out of the water sample. Turbidity is not simply a func-
tion of the amount of material present, since particle size is an important facior,

Fine-particulate matter in suspension may be stirred up by flash floods, tor-
rential flow or passage of boats, and can be generated by mining or industrial wastes,
by the formation of metal oxides such as iron or manganese, and by leaching of
humic substances or growth of microbiota. Turbidity affects virtually ail uses of
water and adds to the cost of water treatment for these uses.

‘Whencver possible, turbidity should be measured in-field; otherwise, it is
measured at the laboratory. The ficld measurement is preferable, since some of the
particulate matter will settle or adhere to the container wall during transportation.
Furthermare, changes in the pH of the sample may cause the precipitation of carbon-
ates and humic acids, affecting the turbidity of the sample. When the analysis cannot
be done immediately, the sample should be stored in the dark for not more than
24 hours.

Turbidity can be measured by visual methods {in Jackson Turbidity Units
or JTU) or nephelometric units (in Nephelometric Turbidity Units or NTU).
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To use the Jackson Candle Turbidimeter, the length of the light path
through the suspension at which the outline of the standard candle becomes indistinct
is compared with standard suspensions of fine silica, or Formazin polymer prepared
by mixing hexamethylene-tetramine and hydrazine sulfate under standard conditons.

Nephelometric methods are preferred on account of their greater precision,
sensitivity and application over a wide turbidity range. They measure light scattering
by the suspended particles. The intensity of scattered light depends on many factors:
the number and size of particles, their refractive indices, the wavelength of the light
and the angle of scattering. Instruments of different design may give different results
for the same sample (TNW, section 2.3). Colour in the sample can cause crrors, as
will variations in the light source. Both problems can be minimized by using an
instrument which simuitaneously measures and ratios the scattered and transmitted
light, with both scatiered and transmitted beams traversing the same path length. See
also CPQ, p. 20.

In-field procedure

(a) To operate the turbidity meter, follow the manual for the instru-
ment; ’

b Prepare calibration curves for each range of the instrument by
using appropriate standards;

© Test at least one standard in each range to be used;

(d) Make certain that the turbidity mecter gives stable readings in all
sensitivity ranges used;

(e) Keep sample tubes clean both inside and out; replace them when
they become scratched or ciched. Do not handle the tubes in the
region where the light beam enters them;

(H Shake the sample vigorously before analysis, Readings should
always be made after the same time period following the homoge-
nizing of the sample (e.g. 10 seconds) to ensure uniform data;

® It is important to pour off the sample quickly and to measure the
turbidity of the sample in triplicate.

4.6 Colour
The colour of the original sample may be called "apparent colour”, which

includes the effect of suspended material, as well as the "true colour" arising from
dissolved substances. The true colour is observed after filtration or centrifugation.
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(Even clean water viewed through a few metres appears light blue because of light
scaliering),

Colour results from the presence of metalfic ions, humus and peat materi-
als, plankton and industrial wasies. It is imporiant other than for esthetic reasons
when the water is used for potable water supplics, washing or processing water, or
recreational purposes.

The hues ordinarily present in natural waters can be matched by mixtures
of chloroplatinic acid and cobaltous chloride hexahydrate, 1 mg/l of the former 1o
2 mg/! of the latter constituting one PCU (platinum-cobalt unit). Since the platinum-
cobalt standard mcthod is not convenient for field use, the colour of the water may be
obtained by visually comparing tubes filled with distilled water and closed by stan-
dard glass colour discs with tubes filled with sample and closed by plain glass discs.
The coloured glass discs are in turn calibrated against platinum-cobalt.

Walers mixed with certain industrial wastes may be so different in huc from
platinum-cobalt mixtures that comparison is inappropriate or impossible. In this case
a filter photometer may suffice, although a double-beam spectrophotometer would be
preferable if the samples can be taken to the laboratory.

Another problem is turbidity. Centrifuging may give variable resulis
depending on the sizes of the particles, and many filters will adsorb the dissolved
colour substances while removing the suspension. Use of non-adsorbing calcined fil-
ter aids is recommended (TNW, p. 22).

For further information, see TNW, section 2.2 and CPQ, p. 18.

4.7 Transparency

Transparency of water is determined by its colour and turbidity. A measure
of transparency can be obtained as the depth in metres at which a 20- to 30-cm diam-
eter disc, called a Secchi disc, usnally painted in black and white quadrants, disap-
pears when lowered slowly and vertically into the water.  Standard type on white
paper is sometimes used instead of the disc (WQS, pp. 57, 147).

The measurement is usually made in lakes and other deep water bodies, and
is useful in assessing biological conditions.
4.8 General summary of field procedures

Regardless of the specific parameters of interest, a routine should be fol-
lowed at each sampling station. The following is a general summary of procedures to
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be followed at each station:

{(a) Calibrate meters;

(b) Standardize sodium thiosulphate when using Winkler analysis for
dissolved oxygen;

{c) Run field or in situ measurements for pH, conductivity, dissolved
oxygen, temperature and turbidity;

(@ Rinse all boitles with sampled water except for those which con-
tain preservatives or those used for dissolved oxygen and bacteria
analyscs;

{e) Collect and preserve samples according to the instruction manual;

D Complete field sheet accurately according to the instruction
manual;

@ Put bottles in appropriate shipping containers;

(h) Label boxes and complete ficld sheets with all required informa-

fon.







CHAPTER 5
RECORDING OF FIELD DATA

Monitoring is nnderiaken to generate information. If the data are not prop-
erly presented and circulated to the information users, the monitoring programme has
failed.

Proper planning of reports at the network or project-design stage can great-
Iy reduce the time necessary to generate reports (DNM, p. 258). Standard reporting
forms expedite the reporting of data. Report formats will vary greatly, depending on
the network's purpose, the primary users and the budget available. Where different
networks are contributing data to a national or international database, it is most desir-
able that the data be compatible.

The needs of the users should be paramount. It is most uneconomical to
expend a large effort on gathering data which are not fully analysed or used (SAQ, p.
10). A method for receiving and utilizing feedback from the users shonld be
arranged in order to "fine tune" the reporting procedure (DNM, p. 259).

In every siep of a water-quality data-collection programme, from planning
to report writing (See Figure 1.1 and Table 1.1), it is essential to record all pertinent data.

This chapter deals only with the recording of field data. The sampling
location, sampling date, parameters measured in the field and the corresponding val-
ues must be recorded and kept 1ogether throughout the handling of the data. If any
one of these essential items goes astray, the whole effort is wasted.

51 Statien-location descriptions

The importance of an accurate written description of each station location
and the conditions under which the samples are collected cannot be overemphasized.
In fact, interpretation of water-quality data may be limited by the accuracy of such
descriptions. It is therefore recommended that a precise format, such as that shown in
Figure 5.1 (SWQ), be used. The following information is required:

(a) Station description - An accurate description of the sampling loca-
tion includes distances to specific reference points. It is important
that these reference points be long-standing and clearly identified.
For example, "5 m NW of the willow sapling" is a poor location
designation for a long-term sampling programme, An ¢xample of
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a correct description would be, as in Figare 5.1, "30 m downstream
of Lady Aberdeen Bridge (Highway 148), between Hull and Pointe
Gatinean, and 15 m off pier on the left side looking downsiream.”
The date the station was first established (sampled) should also be
entered;

Sampling-location information should alse include descriptions of
the water body above and below the sampling station, including
water depths, and describe the banks on either side of the water
body and the bed material, if known. Description of the water
body should incinde any irregularities in morphology affecting
flow or water quality. These irrcgularities may include a bend in a
river, widening or narrowing of the channel, presence of an island,
rapids or falls, or the entry of a tributary near the sampling siation.
Description of the banks should mention slope, bank material and
extent of vegetation. Bed or sediment material may be described
as rocky, muddy, sandy, vegetation-covered, eic. Station-location
descriptions should mention seasonal changes that may interfere
with year-round sampling, such as the overturn classification of
lakes: overturns once a year, twice a year, several times a year or
mixes poorly {(GEM, section 6.4). Additional information in the
case of lakes could include surface area, maximum depth, mean
depth, volume and waler residence time;

(b) Observations - Enter any additional information about conditions,
either natural or man-made, which may have a bearing on water
quality Past and anticipated land disturbances and poliution
sources should be mentioned, e.g. forest fires, road consiruction,
old mine workings, cxisting and anticipated land use (LTM, section
3.4); '

{c) Map - A large-scale map which locates the sampling location with
respect to roads, highways and towns should be included. The
combination of the map and the sketch of thie station location
should provide complete location information. An investigator
iravelling to the site for the first time should have enough informa-
tion to locate the sampling station confidently and accurately;

(D Detailed sketch of station location - Sketch the location of the sam-
pling station {including distances expressed in suitable vnits) with
respect to local landmarks and permanent reference points,

The form shown in Figure 5.2 also embodies many of these recommenda-
tions (GEM, Chap. 1, pp. 23-27). Forms for lakes and groundwater are shown in
GEM (Chap. 1, pp. 28-35).
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52 Station data forms

An example of a station data form used by the Canadian National Water
Quality Data Bank (NAQUADAT) is shown in Figure 5.3 and a GEMS GLOWDAT
form (GEM, Chap. 6, p. 6) in Figure 5.4. The information required to complete the
former is as follows:

(a)

Station number or code - For case of data handling, both manually
or by computer, it is recommended that a unique number be
assigned to each sampling station. The station number or code can
be simply an accession number, i.e. a sequential number assigned
as stations are established.

The station number in NAQUADAT is representative of a more
sophisticated system designed for computer processing. A 12-digit
alphanumeric code is the key clement in storing and retrieving data
on the sysiem. This number is composed of several subfields (cf,
WQS, section 6.5.2):

® Type of water - a two-digit numerical code indicating the
type of water sampled at any given location, such as
streams, rivers, lakes or precipitation, The meaning of this
code has been extended to include other types of aguatic
media, and a list of all currently assigned codes is given in
Table 5.1;

(i) Province, basin and sub-basin - three pairs of digits and
letters identifying the province, basin and sub-basin;

(iii) Sequential - a four-digit number, assigned usually by the
regional office.

Example

NNAANNAANNNN

TYPEOF PHOVINCE BASIN SUBBASIN SEQUENTIAL
WATER

Station number 00BCOSNAOO01 indicates that the sampling site is
on a stream, in the province of British Columbia in basin 08 and
sub-basin NA, and the sequence number is 1. Station
01ONO2IEOO(G9 is on a lake, in the province of Ontario, in basin
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(b)

number 02, in IE sub-basin, the sequential number being 9.

Another well-known coding system for sampling points is the
River Mile Index used, for example, by the Environmental
Protection Agency of the USA as part of the STORET sysiem. In
this system, the location of a sampling point is defined by its dis-
tance and hydrological relationship to the mouth of the river sys-
tem, It includes major and minor basin codes, terminal stream
numbezs, direction and level of stream flow, mileages between and
to confluences in the river system and a code to identify the stream
level on which the point is located.

Co-ordinates - Geographical co-ordinates ar¢ recorded as latitude
angd lengitude, UTM co-ordinates and distance upstream from a
reference point such as a reference station or a river mouth. In
GEMS (Figure 5.4), longitude and latitude are given together with
nationat grid references, if available. In NAQUADAT (Figure
5.3), all geographical co-ordinates are stored as latitude and longi-
tude, with minutes and seconds given as a fraction of a degree. If
the initial information has been given in UTM units, the system
automatically converts it to latitude and longitude before storing it.
For the GEMS station form, one entry is the WMO code for the
octant of the globe for the northern hemisphere: 0, 1, 2 and 3 for
0-90°W, 90-180°W, 180-90°E and 90-0°E, respectively. The corre-
sponding codes for the southern hemisphere are: 5, 6, 7 and 8 for
0-90°W, 90-180°W, 180-90°E and 90-0°E (GEM, Chap. 6, p. 7).

Latitude and longitude values, if used, are obtained from 1:50 000
or 1:250 000 topographical maps. Points on a 1:250 000 map can
be located 1o about 2200 m and on a 1:50 000 scale to about +40 m
{WQS, section 6.5.1). If necessary and if available, navigational
charts can be used to provide more accurate values than the topo-
graphical maps.

The last entry, Pr, in the latitude and longitude ficlds in Figure 5.3,
is a code for the estimated precision of the co-ordinates. Table 5.2
shows various formats for latitude and longitude values with the
corresponding precision codes. For instance, if the location was
determined to the nearest 10 seconds, then a 5 would be entered in
the Pr column. If the locations were determined on a 1250 000 or
1:500 000-scale map, the location would probably be determined to
the nearest minute, and therefore a 7 would be used.

The UTM grid co-ordinates field in Figure 5.3 consists of the sub-
fields UTM zone, given on topographical maps; northing and
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©

(d)

(©)

easting, obtained from topographical maps; and Pr, obtained from
Table 5.2.

Reference station - Many times it is useful to know the distance of
a sampling location from a given reference point. NAQUADAT
uses the "Reference Station" for this purpose. This point could be,
for example, the mouth of a river or the confluence point of two
rivers, The distance of the sampling location from this reference
point is then given as a "station parameter” (see below).

Besides providing a more precise identification of a station loca-
tion, the distance from a reference point can be used for obtaining
"concentrations vs. distance”-type plots often nsed in water-quality
data interpretation.

Narrative description - It is recommended that the narrative
description begin with the name of the river, stream, lake or reser-
voir followed by its location (¢.g. upstream or downstrcam) and its
distance (to 0.1 km or better) from the nearest town, city, important
bridges, highways or other important fixed landmarks. The name
of the province, ferritory or other geopolitical division should alse
be included. It is recommended that only dictionary-approved
abbreviations be used and that siric(ly Tocal names for landmarks
be avoided.

The "Narrative Description" section in Figure 5.3 is free-format
and supplements the geographical co-ordinates in specifying the
sampling location. Although the forms used usually show only
five lines, NAQUADAT permits up to 99 lines of 38 characters
each to be used for the "Narrative Description." The GLOWDAT
form in Figure 5.4 has a similar section.

Station parameters - The station parameters contain additional
information about the sampling location. They can include, for
example, codes for the average depth of water at the sampling sta-
tion or the distance downstream from a reference station.

5.3 Field sheets

Perhaps onc of the most important steps in a sampling programme is the
recording on the ficld sheets of observations, sampling date, time, location and the
measurements made. All field records must be completed before a station is left,
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The interpretation of water-quality data cannof be accomplished without alt
supporting information. Observations of weather, dead fish, algal growth, slicks on
the water surface and other phenomena may make a significant difference in explain-
ing the data collected. The cotlector should not hesitate to record all observations, no
matter how trivial they may seem.

Three examples of a systematic format for recording field analyses and
observations are provided in Figures 5.5 to 5.7. The formats shown in Figores 5.5
and 5.6 are appropriate for those groups using the NAQUADAT, GLOWDAT (GEM,
Chap. 6, pp. 10-11) or similar computer systems for storing their results. The format
of Figure 5.7 can be used by any group doing water-quality work. Both formats can
be adapted to fit situations specific to a particular agency.

Detailed instructions are given in SWQ, section 5.2.1 and in GEM, Chap. 6,
pp.12-13, for filling out the respective forms. The information required for Figure
5.7 is as follows:

(a) Sampling site and date - The station number is obtained from the
station data form. This should suffice to ideniify the sampling site.
Unfortunately, there is still no general agreement on the recording
of dates, viz. day, month, year or ycar, month, day. The 24 hour
clock seems 10 be standard. Care needs (0 be taken that the time
zone and "standard” or "daylight saving" ("summer") time, where
used, are also specified;

(b) Field-measurcd parameters - On a well-prepared form, the analyti-
cal method used in the ficld and the uniis of the measurements are
already printed, Where alternative methods are possible, care must
be taken that the appropriate codes are recorded, e.g. measure-
ments in situ or field of pH, temperature, specific conductance or
dissolved oxygen. In addition, general observations should be
included under "Remarks”. Items of a routine nature which are
entered here include wind direction and velocity, per cent cloud
cover, snow depth, fish kills and any apparent physical changes at
the site or its vicinity such as in the turbidity, vegetation cover,
slope of the banks or floating objects on the water;

() Instrument calibration

(i) Dissolved-oxygen meter model - Enter make and model
number of dissolved-oxygen meter;

(i) Winkler calibration - Enter dissolved-oxygen concenira-
tion measured in milligrams per litre (to be used to cali-
brate dissolved-oxygen meter);
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@

(&)

0

(&)

(i) Meter reading before adjustment - Enter meter reading
prior to adjustment based on Winkler calibration in mil-
ligrams per litre;

@iv) Conductivity meter model - Enter make and model num-
ber of meter used;

() pH meter model - Enter make and model number of meter
used; '

(vi)  Calibration buffers used - Enter pH range for which meter
is calibrated;

{vii) Remarks - Record any problems such as erratic ncedle
movement or continual slow drift;

Water-quantity measurement data - Record the description of the
gauge and location along with the stage height and time;

Sampling

i Sampling apparatus used and procedures - Enter type of
water sampler used (e.g. "sampling iron,” metal
Kemmerer) and type of sample taken (c.g. grab-point or
depth-integrated samples);

(ii) Sample specifics - Record for each water-quality parame-
ter or group of parameters the bottle used, volume of water
collected, means of preservation and whether or not a sam-
ple was collected for guality-control purposes. Consult
Chapter 6 for recommended bottles, sample sizes, and
preservation techniques;

Quality control remarks - Record the specifics of the quality con-
trol carricd out, ¢.g. duplicates, blanks and spiked samples with the
time of collection;

General remarks - Enter any general field observations which may
affect water quality. These observations may include unusual
colour or odour of the water, cxcessive algal growth, oil slicks, sur-
face films or a heavy fish kill. Observations recorded in this sec-
tion may prompt the field investigator to take additional "observa-
tion-based” samples, beyond those required by the project design.
The type of samples and their preservation should be consistent
with the type of analysis the investigator thinks is warranted by the
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prevailing conditions. If additional samples are collected but not
exactly at an established station, the description of the location
should be accurately recorded. This kind of information and the
additional samples will prove very useful in the interpretive phase
of the study.
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DOE, TNLAND WATERS DIRECTORATE, WATER QUALLTY BRANCH

STATION LOCATION DESCRIPTION

REGIGN (N EBEC

PROVINCE e BEC BASIN A7 7AWR R IvEL

STATICH DATA
TPE nmw.Esuigéh SEGUENT

lolauooliidopselod

LaTtruee (M=) LOMGITUDE (Rt} P
FLELAL & L2 L % ]
ExsT1ng Bt (68 P
'slolltfrtjlsliJrn.‘,__l_J
Reservoir
Stream
STATION ON Lake
OCATTON .45LAZZ?Z£§2£22___________ﬂ ‘uﬂiﬁ"
At Lany FBERDELY MO PIXEaTNe M PTOV. (D e,
DR IDec”

Located in Sec. Tp

Established  pP0,0

Distance from base to station,

Rge
1978

Distance from station to

alysis__s 7 Aoer

¢t to towns, bridges,
jes, istands, falls, dams,

Location of station R
highways, railroag

N

Description and location of nearby hydremetric
installations

BRI ToNG DRy i F-d

.y &

Figure 5.1 Station-location description forms and maps
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STATION DIRECTION OF FLOW:
DESCRIPTIOR

SeouT H SAST
DESCRIPTION OF CHANNEL ABOVE STATION:
M&MM’ LY, I'9

LorPud FToa L&~7,

DESCRIPTION OF CHAMNEL BELOW STATION: -

GRIDUA L IRENING BESOLT SMOTVING LOFD
aTrrsiid R} MRI EaRRe T ot ,_egr s T PRCKOITEY

DESCRIPTION GF LEFT BANK: s RrE T

EPPROX. Bp1 DROF To RINER  SCOPRET FLLop)s avty

CHRu BAY VECRT AT 2.
OESCRIPTION OF RIGHT BANK:

EDEE o PARK R0 EEAITLE SEOPLT
BED: rocky, gravel, sandy, clean, vegetated.

PRDLOBDLEY &2QOD SArES | s D0 Y

APPROXIMATE DIMENSIONS AND DESCRIPTIONS OF LAKES
AND/OR RESERVOIRS

AraadE

OBSERYATIONS NATURAL CONDITIONS AND/OR COWTROL INSTALLATIONS
WHICH MAY AFFECT FLOW REGIMES:

RS ATORIG DAN
.l a_2d F] LrpLdS

SQURCES OF CHEMICAL OR PHYSICAL INPUTS;:

Lasg L OCHL SELIREE I OFT

Figure 5.1 {contd)
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MAP - indicating the location of the station (@) with respect to

g1
)
3

|

Detailed Sketch of Station Location - including measurements, etc.
from reference points.

GQT\

Figure 5.1 {contd)
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UNED/WHO/UNESCO/WHMO  PROJECT ON GLOBAL WATER QUALITY MONITORING
WHO REGION 2 & & o+ o 4 o % & s 2 v 2 = s

COUNTRY T e s v s na e w e e

RIVER SAMPLING STATION SUGGESIED FOR
INCLUSTION IN THE GLOBAL NETWORK

EXISTING OR PROPOQSED (please mark)

&. LOCATION OF SAMPLING SITE

1. Name of river :
7. Longitude and latlitude :
J. HNational grid refersnce (if availablem) :

4, Local reference of poaition (name of bridge, nearby village etc.)
5. Distance in river length
from source ¢ ., . . . . . .+ 4 s o ¢ above tidal limit : . ., . . . . .

6. Countries passed through
upstream of atation :

downstresm of station :

B. PHYSICAL CONDITIONS
L. Width of rivar

EVErdge ! v v a v 4 o+ maximm : ., ., ..., . minimum : . .

2. Depth of rivar (in aiddle)

AVOTBE® © o « » » v o DAXIDWED I . . ., . ., wminimum i, . . . .

3. Character of giver banks (indicate accamsibility) :

Figure 5.2 River sampling station forms {GEMS))

COUKTRY INFORMATION
SHEET IV (page 1 of 5)
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UNEP/WHO/UNESCO/WMO PROJECT ON GLOBAL WATER QUALITY MONITORING

KHO REGION ¢ = v v v v s v a v v o s o0 s
COUNTRY INFORMA
COUBTRY % & v v v v m o n e e e e a e s SHEET IV (page

RIVER SAMPLING STATION SUGGESTED FOR
INCLUSTON IN THE GLOBAL NETWORK

4. HNature of river bottom :
5. Aquatic vegetation :

6. Stresm velocity {(at middle)

AVELABE ¢ & « « + ¢ 2« DAXKImUmM &, . . . . . . WIDEMUD I + . . s o4 . .

7. Extent and seasonal regularity of flow variations :

G. FLOW CONDITIONS

1. Kearest flow pauging etation (location and type) :
2. Begt available means of assesding flow at point and time of sampling :

3. Rate of Elow
average : . . o+ « « + o Haximm @ . . . . .. mindmum @ . . .. . -
L, Rate of flow whea full to the bank (flood point) :
n. UPSTREAM IRFLUENGRS

L. Nearest significant pellution input (type mnd distance) !

2. Nearest significant clean weater input (type and distance) !

Figure 5.2 (conid)
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UNEP /WHO/UNESCO/WMC PROJECT ON GLOBAL WATER QUALITY MONITORING

WHO RECION ; , . . . v = v o v v w s 0 o o
COUNIRY INFORMATION

COUNTRY SHEET IV (page 4 of

FIVER SAMPLING STATION SUGGESTED FOR
INCLUSION 1X THE GLOBAL NETWORK

3. Pepth at which ssmple is teken :

4, tMethed of sampling (fron bridge cor boat, by wading or else) :

5. Sampling equipment used :

6, Sampling difficulties due to extremes of flow (frequency and seasons) !

7. Ease of access by vehicle to sampling station :

8. Laboratory carryipg out amalysis (please refer to Sheets no. I1):

9, Distance from lahoratory, means of sample transport asd normal time :

13. ¥requency of routine sampling @

G. ANALYSIS (for existing stations only)

1. List of determinations carried out at sampling station and methods employed :

2, Nogmal time elapsing between saupling and commencement of analysis :

Figure 5.2 {contd)}
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UNEP/WHO/UNESCO/WMO PROJECT ON GLOBAL WATER QUALITY MONITORING

WHO REGION  « ¢ v v o v v ¢ o u v 2 s » COURTRY INFORMATION
COUNTRY P e s v n e e s on SHEET IV (page 2 of =

RIVER SAMPLING STATION SUGGESTED FOR
INCLUSION IN THE GLOBAL NETWORK

3. GSample storage conditions :

4. List of determinations carried out routinely and methods employed @

5. List of daterminations carrisd out occesionally and methods employed :

6. significant trends and changes in water quality paramecers during past years :

Figure 5.2 (contd)
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STATION DATA

Card i 4418, Skip. 183
Tipe L .
T3

[ 1 - T
TILIT T AT ITTTY III"IT_I—I—EI_H

| i 1

l—‘“r'f“r‘)_uuul SENEENENNEDN) TTII T llﬂr'l'[‘JTT‘i
| ] 1

I_—TT'T-IILI_FIH A TTTTITY T LT H!l[—rTTl:H

Compladed by Dl : Tols! o, of Twis

Chizokond ity - Cels i o T[slsHsl i E[{

ITD-B Gt B B ) T

Figure 5.3 Station data form (NAQUADAT)
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GLOBAL WATER QUALITY MONTORING GL@WDAT
STATION FORM
I7TALL BOLD TYPE PROVDES WEYPUNCHING INSTRUCTIONS ONLY |  DATE
AECORD NUMBER m!
1 STATION MMBER (COUNTRY/SEQUENT ) glojah] [ele]s]
2 CCTANT Foe R
3 LANTUDE (DEG MIN SEG 1 ['i’“-f 3 119| lop
4 LONGITUDE { DTG MIN BEC) lelulc IIE]S] R (s)e]
S MEAN SURFACE WATER LEVEL Im) .T L' A, 0
6 AVERAGE SOUNDING DEPTW Im ) Hlai, 4
7 DATE STATION OFENED Yy/Mut/DD gbllio|tlo]s
B REGIONAL CENTRE
9 RESPONSIBLE COLLECEION AGEWGY o3 0|4
10.WMD STATION CODE ﬁ] TT1 11
COMPLETE THE RELEANT SECTION ONLY
RECGADING AVERAQE CONDITIONS [KE¥PUSEH THE RELEVANT BECTION ONLY ]
LAKE /RESERVOIR RIVER WELL JSPRING

REGORD = RECORD PLICATE RECOAD DUFLICATE
nimiea 12| PUELCRE sumBer 13| WoL womeer g1 4 | PRELES
" OMAX . AIVER T | AREA OF l'!j
UEPTH [m) n.Em. WiDIH {m) B_L LI TRGUIFER (A7) [ ] I
Iam2] mﬂﬂﬂl o tm1 faec) LEVEL {m)
22 DEPTH OF
13 VOLUME 18, URSTHEAM 1wsnMEABL£[# l | | . ;
tkm?1 tﬂ.g. o aAsN '\,f'lﬂm LINING [N WELL et
m
23 FRCDUCT
4 RETENTION | : 15, AREA Upm ZONE Imi - »
(yrsh I'I..! STREAM OF 24. MEAN
TIOAL LIMIT (km?) ABSTRAT ION
15 AREA OF HATE {ifda
waze o [slaltlolofo B e

SHED

LEVEL (ml

rgr_T-ruTTmr—'
ACGCRD HUMBER COL.2-7
25 e

L

>
Z
b
7]
»

countay Nawe L]
27
STARON DN ER B4

AlKE] |@IN|TIaRIX (D

28 ETATION NARRAATIVE
RECORC WIMBER
6 e wiefal- 171 [« [=alefulwl Jo[e] Jehlebelfle],
alo Fir|dim| [E|NID] [BF

w

> AT
& >
n |A
H
05

L |Z

DUPLICATE
71 7] cov.z-7

Figure 5.4 Station data form {GLOWDAT)



CHAPTER 5

94

walsAs Jaindwos Jejiwis 10 | YAYNDYN UIIM 8sn 10} 198Us piald §'G aInb)4

| [{lEEE

AN A,

o[ziz]g]

3WHiK3 - Q¥aT

JVEW Q- 171MOIHS

[V Islcef

TINLKE - WIS

—
LT pueolesle

/DN 3TAULX S RNINETAE

2PN LKA uiwusq

Ty LT ‘.l_-...

Lo [TTTTTICR:

J.ﬂi 10 -ANKCE

1 Jialelo]s 6]y

oA [T Y]

o ¥ID  WOITIND W

_._—o_on

S 2913 - ATV

(1111 ]2icloelolt!

COOFD 1D M LOL FEENGW YR

[4 [ L[ T}feofva

LODED T/ TWLOL - MY

TODA3 /DA MAHSTONRNE - 3|

L 0[S

1 U DI, LT ANG% O v e IO

| _i_ e[t [+ 4o

R TT R e el

A8 0axJINI

TUTYT W T1ted

—— ——— 1 B ke e i
At et o e . e ke o B e i e e o e

ERE RO J
LT TRzl FFF_ EE%

ALIGHNAL

WA BONVLINONED B eIl

}ua__. -uzuhu:axnuu...u-nu

Pl EFmbn

...:a.. ..n,. FOMKEr WADOWLIN

130 d3awiAl INRLYWI9R

__F_l_._w;an

JuNLYMEASAAL

1]
PiTid __m_a_g%w

8r  welr 2@

(e _.,_ [T Tse sl

LHEAPIECRTOL I

OrMMYGN ALYO

ANLNGNDIS WraL T DBdw M4

N 2WANN H._tﬁ-ln

E i t
SAIEY BADN Baat

AL

.._u!z:z HQlLw LS

BABNIIM TYIIL AN NY ANCa Y WORY

D _wevl Tunavudenat .
—
[ '
G T T I 77 7 Baannavacom
L ABANN3 WILPM
WHRE WiA We WA A
DrPaneS AB T1v8
- U LT e 1]

ELINPEN I IEATYHY O N

ONIHOLNOH ALDIYOD ATLYM



95

RECORDING OF FIELD DATA

1YAQMOTO Yim 8sn Joj 19eys pletd 9'g anbily

1
=EBE2 T LGS0 Y IZ DOC/0It BaInFT on (6 g

sleol RN gl s /3= DIvgdTaqdcyIagy

rCiL|T o sloji[z]e] (fAm AITITTN + AIRITIY

HE | CEERAEEE BT Aoy

Tl 1ol z]a[C E/5R puCusp UaBAxC waydofg

A= Nﬂo 1[afo] T/3 uadiko pan{oFELq

hE IR P10 [4D

o1 [¥ [T Noprfopy /s FITOTTRATY |

CINEE T[of=a|r]T/% THFI05 papossang |

[ W el y[o[zjo]=a/en ZITATASApUCS

NN o o[£ O[T Fren kd |

NG HE DBEEEY FINTVIS] J510R |

CIHEBE (o[ TTe[s] 57= dveemeera wweiug

W EaTE 3000 QHYNINR33G E T 3000 ANYNIAIL3D

_ MOV WNOZOEOHH s QALYESAIML $

_ AWD EMOILDINGLEH SMIKINRGATX SHNADEG i) 310G 1TV _ I M=l ._..u: FLYLY Chuiin NI HLAN 2hVE §

TOORD asuie T e

TRV g WIALLDO W I IS [T [ 5 COMRMEZ-00 bee) NDAWL 1dnivs 3A1L

SAUT W M 48 TAIID CEELRGS 100 ron AAL NIWVL DeneS Jv0 €

SUYT asl e ™0+ VININGIS WUNAGD) G IRNON NOLLYVLS &

OTHYLNG 3y -] wouns ﬁ._H_ WV FONYHD WCIIAOY )

WHOS YIvg
Pﬁﬂg@s_w ONIHOLINGIKE ALIIYND H3AvM TvBQTe



96

CHAPTER 5

. Othar

STATION NO.

DESCRIFTION:

DATE OF SAMPLING DY

MO YR

TIME OF SAMPLING HR

i TIME ZONE

SAMPLED BY

FIELD MEASURED PARAMETERS

Water Temp, "¢

Air Temp. °Q

pH

fapth of Warer

Fea Thickness

SpecificCond., e . .. Diss. Oxygen

Turb.

Depth at which. Sample Taken

Rsmarks

INSTRUMENT CALIBRATION

Digs. Quygen Meter  Model

Meter Reading befate Adjustrsar:

Canductivity iMeter Mode)

Winkler Calibratlon

meiL

pH. Meter Modsa]

Remarks,

Calibration Buffary Usad:

WATER QUANTITY MEASUREMENT DATA

Location Bascription

Dascrigtion of Gaugs

Stage Height

Time R

Figure 5.7

General formal for a field-sampling sheet
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SAMPLING : PRARATUS USED AND PROCEDURES

SAMPLE SPECIFICS

Container Vul, Quality
Material Mevied Preservation Contro!
Major lons
Metals
Organics

Pesticides & Herbicides

Mergury

Phenols

Nutrients —

80D & COD

Gthers

OQUALITY CONTROL REMARKS

GENERAL REMARKS

MODE OF TRANSPORT

Figure 5.7 (contd)}
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TABLE 5.1 NAQUADAT codes for types of aquatic media

Type Cede Subtype Code

Surface water o] Stream - channel
Lake
Estuary
Ocean - sea
Pond
Impounded reservoir
Harbour
Ditch
Runoff
Unknown

O~ ONEEWN O

Groundwater 1 - Well - sump
Spring
Piezometer well
Tile drain
Bog
Household tap
Unknown

Db wD

Waste - treated 2 Industrial
and untreated Municipal
Mining
Livestock waste
Unknown

OWMN =D

Precipitation 3 Rain
Snow
Ice (precipitated)
Mixed precipitation
Dry fallout

EoSE NN A o

Treated supply 4 Municipal
Industrial
Mining
Private (individual)
Other communal works
Municipal distribution
Municipal freatment plant

(intermediate)

Treatment residue or sludge
Other

N wn-=0

0~ o,

Sediments, soils 5 Stream channel
Lake boftom
Stream bank
Lake bank
Contaminated by soil
General soil
Effluent irrigation sail

NN O
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Table 5.1 (contd)

Type Code

Subtype

Code

Industrial 8
wastewater

Municipal 7
wastewater

Miscellaneous 8
wastewataor

Aquatic biota 9

Sludge conditioned goil
Other

Storm water
Primary influent
Primary effluent
Finaf effluent
Sludge

Spegcial problem
Other

Raw

Primary !agoon effluent

Secondary lagoon effluent

Conventional primary effluent

Conventional secondary effluent

Advanced wastewater ireatment
effluent

Disinfected effluent

Raw sludge

Digested sludge

Other

Raw

Primary lagoon effluent

Secondary lagoon effluent

Conventional primary effluent

Cenvenlicnal secondary effluent

Advanced wastawater
treatment effluent

Disinfected effluent

Raw sludge

Digested sludge

Other

To be categorized later {e.g., fish,

phytoplankton, benthos, macrophytes,

periphyton, zooplankton)

AW —=O0 [Coqmec B NN B P N - O NN —-O @0~

o e~ o;

Source: Whitlow and Lamb (1982}.
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TABLE 5.2 Formats and pracision codes for sampling locations
Latitude and longitude™
Rounding off
DEGt  MIN SEC to the nearest: Code Radius {r}
XXX XX XX XX +0.03 sec or better 0 r<im
XXX XX XX X0 +0.1 sec i 1 im<rz3m
XXX XX XX.Xo 10.3 sec 2 Im<r<10m
XXX XX XX.00 +1 sec a 1M0m<r<30m
XXX XX XX.00 +3sec 4 30m<r=100m
XXX XX XX.00 +10 sec 5 100 m <« r<300m
XXX XX XX.00 430 sec 6 300m<r<1km
XXX XX 00.60 +1 min 7 1km <r<3km
XXX XX 00.00 +5 min 8 3 km < r<10 km
XXX XX 00.00 9 r<i0km

+10 min or worse

*  Xrepresents an actual number (6-9) and 0 is a zero.
T The DEG subfield for latitude has only two digits; DEG subfield for longitude must

have leading zero if < 100.

+ Radius, in metres, from the specified location within which the sample was taken.

Source: NAQUADAT Usars Manual (Demayo and Hunt, 1975).




CHAPTER 6
FIELD FILTRATION AND PRESERVATION PROCEDURES

In an aquatic environment, inorganic and organic substances can be found
mn a variety of forms such as free or complexed, dissolved, particulate or sorbed onto
suspended sediments and biomass, and associated with the bottom materials.

Although the question has been addressed in the scientific literamre, so far
no clear consensus has emerged on which chemical-physical species of a substance
should be measured when monitoring water quality. This depends on the particular
system being studied, on the purpose of the study and the biological availability of
the various species of the substances being studied. The issue of biological availabil-
ity is also far from being resolved. For many substances, their biological availability
1s directly proportional to their concentration in the dissolved phase. Also in the case
of most metals, for example, the concentration in the dissolved phase is typically low
compared with that associated with the suspended or colloidal particles. However,
the greatcst quantity of each element, sometimes over 90 per cent, occurs jo the dis-
solved phase because the particulate matter forms only a small percentage of the total
mass of the sample. For these reasons, in water-quality work it is very important to
have the capability of measuring the "dissolved” constituents. The operational delini-
tion used by several authorities for "dissolved" phase is that which passes through a
0.45-nm membrane filter (FMW; CPQ, section 5.B.6.c.2; SWQ, p. 31; cf. GEM,
Chap. 6, section 2.5),

6.1 Filtration

For separation of dissolved from particulate matter, sample filtration is rec-
ommended. Centrifugation requires more cquipment, settling requires more time,
and both cannot be easily calibrated and may increase contamination hazards (GEM,
Chap. 6, section 2.5.1). Optimally, the filtration should be carried out in the field
during or immediately after sample collection and must be followed by the appropri-
ate preservation,

The total concentrations of metals may be determined using a second unfil-
tered sample collected at the same time. This sample will then undergo a complete
digestion in the laboratory which converts the metals to water-soluble compounds.

Samples requiring analysis for organic constituents are filtered immediately
after collection, using a glass-fibre filter or a metal membrane (CP(Q), section
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5.B.6.c.2). After filtration, the filtrate may be analysed for dissolved organic con-
stituents and the filter supporting the particulate fraction is available for particulate
organic analysis.

Adsorption and absorption of dissolved substances on the filter material can
be a scrious problem. Various suggestions have been made as to the best materials to
use. GEMS recommends organic filters (polycarbonate, cellulose, acetate) for miner-
al substances, and glass-fibre filters for organic compounds, although glass fibre may
absorb chlorinated hydrocarbons (GEM, Chap. 6, p. 18). A semiquantitative method
of detecting how serious adsorption may be is to refilter a filtrate through a fresh fil-
ter and determine cither the amount retained on the filter or the change in concentra-
tion between the two filtrates. Blank determinations should be carried out on unused
filters.

The filter and filtration apparatus require laboratory pretreatment and
should be rinsed with a portion of the collected sample before the filtrate is collecled,
i.e. by discarding the first 150 to 200 m! of filtrate. This technique minimizes the risk
of altering the composition of the samples by the filtering operation. The filtrate for
metals analysis should be preserved as outlined in Table 6.1; the filirate for anion
analysis does not require special preservation. The volume of sample needed is indi-
cated by laboratory personnel,

The filtration procedure requires maintaining a vacuum in the filtration
apparatus; either an electrical or manual pump must be used. If an clectrical type is
employed filtration will require access to electrical services or the operation of a
mobile power unit. Vacuum may cause changes in the pH due to loss of carbon diox-
ide, resulting in precipitation of some metals. For this reason and to reduce losses
due to adsorption on the walls of the container, metal samples are often acidified,

6.1.1 (GENERAL APPARATUS-WASHING PROCEDURES

The following are the Canadian practices (SWQ, section 6.1.1). There are
further suggestions in GEMS (GEM, Chap. 6, section 2.5.1) on the handling of filters
such as pretreatment for filters intended for re-use, including solvent extraction in

addition to baking at 300°C for those used for organics.

If it can be managed, parallel use of several filtering kits can accelerate the
filtration procedure.

(a) Before or after each field trip:

{1 Wash and scrub filtration units with non-phosphate deter-
gent;

(ii) Rinse with tap water and soak overnight in 5 per cent HC;
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(iii)  Clean inside {(only) of tubing by soaking for 16 hours or
more with 5 per cent HCL;

@iv) Rinse unit and tubing with tap water followed by distilied
or de-ionized water;

(b) Before each filtration:
(i) Rinse unit and tubing with distilled or de-ionized water;
(ii) Continue with pfocedures as outlined in section 6.1.2;

{c) After the last filtration of the day:
@) Rinse unit with § per cent HCI {pump through the tubing);
(ii) Sprub as necessary;

{iii) Rinse with tap water followed by distilled or de-ionized
water,

Note: If at any time the unit appears to contain residue from filiration
which has not been removed by procedures outlined in (b) and (c),
proceed to (a).

6.1.2 FILTRATION PROCEDURES

The following are examples of detailed directions for two different filira-
tion procedures in Canadian practice (SWQ, section 6.1.2).

6.1.2.1 Particulate carbon and nitrogen
Immediately following the collection of the required sample:

(a) Using a pair of tweezers, place a pretreated* weighed glass-fibre
filter paper on the filtration holder, taking care not to touch the
paper with fingers. Place the filtration bowl on the filter and clamp
or twist securely;

* Clean the glass-fibre filters by placing them in a preheated muffle furnace
(450°C) for one hour to remove organic matter, Do not use filicrs that are bent.
Store filters in a sealed dry container.
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Note:

)

©

(@

(©

®

4]

®)

Both the filtration bowl and vacuum flask must be acid-washed
and stored in heat-sealed polyethylene bags. Each filtration unit
may only be used once between acid washes.

Filter a measured volume of the well-shaken water sample.
Record the volume of water filtered;

After the water sample has passed through the filier, wash the
inside of the filter bowl with a few millilitres of carbon- and nitro-
gen-free distilled water to ensure that all particulate material is on
the fiiter;

Acid wash to remove carbonates by carefully adding 2-5 ml
0.05 mol/l sulfuric acid (0.3 per cent v/v) 1o the filter. Continue
filtering;

Rinse the filter with 2-5 ml carbon- and nitrogen-free distilled
water;

Remove ihe filtration bowl and continue filtering until all excess
water has been removed from the filter;

Transfer the filter to a labelled petri dish. Store the petri dishes at
4°C;

Pericdically, distilled-water blank filters should be prepared using
the filtration steps above to monitor the background concentration
levels.

6.1.22 Chlorophyll a

Again, a reminder that peristaltic pumps should not be used to sample cells
because of likely cell damage.

@
(b)

©

@

Filier samples for chlorophyll a immediately;

Preserve the sample with 0.2 ml of MgCO5 suspension (1.0 g
MgCO;4 in 100 mi HpO) just as the last of the sample is being fil-
tered;

Mount a clean filter head (such as a Millipore Pyrex filtering head)
and a GF/C filter (Whatman}) or a Millipore filter of suitable pore

S1ZE,

Mix the sample well in a 500-mi polyethylene bottle. Exposure to
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light must be avoided;

(e Pass as much sample as possible through the glass filter paper and
record the volume. Non-turbid samples will generally pass
through the filter completely (approximately 450 ml); highly turbid

- samples may only pass 50-100 ml;

ti) Do not allow the GE/C filter to dry between filtering sequences;

() After the sample is filtered, rinse the sides of the filter head with
approximately 50 ml of demineralized water,

() Allow the GF/C filter to dry five seconds after the rinse has passed,

(i) Fold the GE/C filter in half using two pairs of forceps, place it in a
labelled petri dish and then place the petri dish in a sub-zero freez-
er unit; ‘

)] Record the total volume of filtered samples on the labelled petri
dish,

6.2 Preservation techniques

Between the time that a sample is collected in the field and until it is actual-
ly analysed in the laboratory, physical changes and chemical and biochemical reac-
tions may take place in the sample container which will change the intrinsic quality
of the water sample.

For several determinands, preservation is not possible and the measure-
ments must be done in the field. When field analysis is not practicable (bulky or
complex equipment, power supply required, special analytical skills), the use of
mobile laboratories should be considered (SRS, section 10.1). Even when the con-
stituent to be measured is reasonably stable, it is usually necessary to preserve the
samples before shipping to prevent or minimize changes with time. This is done by
various pracedures such as keeping the samples in the dark; adding chemical preser-
vatives; lowering the temperature to retard reactions; freezing samples; extracting
them with different sotvents, field column chromatography or a combination of these
methods.

Limited knowledge is available on the preservation of water samples and
research is under way in many countries to improve and standardize prescrvation
techniques (WQS$, section 4.2; GEM, Chap. 2, note 3 to Table 3). It is suggested that
any recommendations on sample preservation be regarded as tentative until their effi-
ciency has been experimentally tested (SRS, section 10.2.5).
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6.2.1 CONTAINERS

The use of appropriate containers is very important in preserving the
integrity of the sample. (GPH, section 3.2.2; GEM, Chap. 2, section 3.4).

In choosing a container one must consider:

(a) Leaching of container material by the sample, e.g. organic com-
pounds from plastics or sodium, silica or boron from glass;

()] Sorption of substances present in the sample on the container
walls, e.g trace metals by glass or organic substances by plastic;

{c) Direct reaction of the sample with the container, e.g. fluoride and
glass.

The smaller the concentrations of the species (o be determined in the sam-
ple, the more important these aspects become.

Many publications contain recommendations on which type of container
should be used for particular determinands. These recommendations do not always
agree (SRS, section 10.2.3). The containcrs and the preservation methods recom-
mended by the Water Quality Branch, Environment Canada, are summarized in
Tables 6.1 and 6.2. Other lists arc given in GEM, Chap. 2, Table 3; WQS, Table 11,
pp. 156-163; and in the table attached to GPH. Detailed discussions of sample han-
dling are also to be found in HSS, Chap. 10.

6.2.2 CHEMICAL ADDITION

This method, which includes acidification, is used for preserving the water
samples for a variety of tests, including most dissolved metals and phenoxy acid her-
bicides. Carc must be taken in using only "reagent”-grade chemicals such that the
water sample is not contaminated by impurities in the added preservatives. Some
samples for biological analysis also require chemical preservation.

Several authorities note that mercuric chloride is often added as a biocide,
to a level of 40 mg/l or even higher. In addition to the difficulty of avoiding contami-
nation in laboratories which analyse for trace amounts of mercury, use of this preser-
vative entails adverse environmental effects which should be considered. Although
methods for reclaiming mercury from wastes before disposal exist, it is recommended
that acidification to a pH of 1.5 be considered as an alternative to the use of mercury
salts (GPH, section 3.2.5; HSS, section 10.2.2).

‘As a general rule, it is preferable to use relatively concentrated solutions of
preserving agents; corrections for the dilution of the sample by the small volume of
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preserving agent will then be small or negligible.

Potential interference of the preservative with the analysis requires that pro-
cedures be carefully followed. For example, an acid can alter the distribution of sus-
pended material and can lead to dissolution of colloidal and particulate metals (SRS,
section 10.2.4). Thus the order, filtration and then acidification, becomes very impor-
tant.

6.2.3 FREEZING

Freezing is acceptable for certain analyses but is not a general preservation
technique because it can cause physico-chemical changes, c.g. formation of precipi-
tates and loss of dissolved gases, which might affect the sample composition. Also,
solid components of the sample change with freezing and thawing, and a return to
equilibrium followed by high-speed homogenization may be necessary before any
analysis can be run,

Never freeze water samples in glass bottles. They burst.
6.2.4 REFRIGERATION

Refrigeration at 4°C or in melting ice is a common preservation technigue
which is widely used in field work. It has the advantage that no substance is added fo
the sample which could interfere with future analyses. However, it does not maintain
the complete integrity of all constituents. In some cases it may affect the solubility of
some constituents and cause them to precipitate. Refrigeration is often used in con-
junction with chemical addition (Table 6.1).

When glass containers are filled to the brim, they should be stored at a
lower temperature, down to 4°C, to avoid development of high expansion pressures
On Warming.

6.2.5 PRACTICAL ASPECTS OF PRESERVATION

An imporiant practical aspect of preservation is a consistent routing (o
ensure that all samples requiring preservation receive the immediate treatment they
need. This is particularly important when chemical preservatives are added, since
these additions may not produce an easily detectable change in sample appearance. It
may be advisable to mark or flag each preserved sample to ensure that no sample is
forgotten or treated more than once.

Safe and accurate field addition of chemical preservatives also require spe-
cial precautions. Precalibrated Repipets™ and other automatic pipettes ensure accu-
raie field addition as well as eliminate the safety hazard of pipetting acids by mouth.
It is necessary when using automatic pipettes to check that air bubbles are absent
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from the delivery tube. Automatic dispensers must be primed so that subsequent
samples will receive the correct aliquot of preservative. It is important that each
pipette be unique 1o a preservative so that there is no possibility of cross-contamina-
tion from one preservative to another, Finally, it is advisable to label clearly all
preservative bottles used in the field with their contents and the volume to be used,
e.g. cong, nitric acid, add 2 mI/l of sample. It is often convenient to add the preserva-
tive in the laboratory before the sample containers are taken to the ficld. Another
alternative is to use colour-coded or labelled sealed vials containing premeasured pre-
serving agents. Although more expensive, this method has the advantage of simplify-
ing the field procedure, thus lessening the possibility of errors and contamination.



FIELD FILTRATION AND PRESERVATION PROCEDURES 109

TABLE 6.1 Sample containars and preservation for constituents in water

IEcamentded max i pepnissiole
Luraneter containcr™ Preservative storage Llime
Acidity Polyethylene Cool, 4% 4n
Alkulinitly Poiyethylene (hoi, 4°C 24 b
Al i nun Polyetnylene 2 ul Cuiie. FNOy /L saple 6 houtns
Antinony Polyetnylone 2 ol Cone, 1Oy /L suiple 6 months
Arsenie Polyetnytene Cool, 4°C 6 nouths
Harive Folyethylene 2 il Qone, HNJy /L ssple 6 neutihs
Beryllivg Yolyetiiylene 2 mL Cone. 1MO /L sanple b nonths
ML Polyetiyleue  Cool,: 4% 4n
Boroa lolyelhylene  Cooi, 490 i months
Cuaaium Polyethylene 2 . Cone. INOy/). sawple 4 nuaths
Luleiua i Polyatliylene Cool, 4%C 7 duys
txrbenate pesticiaes’  Grass HgS0y to pit <4, 10 g Prelerable Lo
Na oSy /L. sumple extragl inediziel ¥
{darbon, inorganic Polyethylene (ool, 4°C 24 I
(urbon, organiel Polyethylene {ool, 49 2 0
urbon, particulate Plastie petri Fllter using (/0 filter; 6 nonths
dish cool, 4°C
Chloride Polyethylene (ool, 4% 7 duys
Chlopinatyg hydracarbun Preferabie to
posticidest Gluss ool, 49c extraet immedinlely
Chlorophyl Blustie pelei  Filler on GF/C filter; 7 duys
dish [reeze 2090
Cliolesterol Gluss L mL (one. Ha80y /L smiple 24 h
Uiraniung Polyethylene 2L Cone. HND3/L saple & months
Cobult Pulyethylene 2L (one. HOy/L smple 6 nonths
68 4] Polyelhylene Cool, 4°%C 24 n
Qulour Iviyelhylene  {ool, 4%C 44 n
Uopper Polyethylene 2 niL Gone. HNO4/L sarple 6 nopths
epros Lenol Giluss i ml {one. Hys4/L Swiple 24 5
Cyaniue Palyelnylene ol 1 MuOH/A1OD mb smple 24 4
Dissalved oxygen
Winkler titration Gluss Fix on sile 6 h
Fluoride Polyethylene Cool, 4°C 7 days
Emrdness Polyethylene  (wol, 4°C 24 h
Todide Polyethylene (ool, 4% 24 h
Iron Polyethylene 2 mbL Cone, H¥O3/L sarple 4 menths
Lead PFolyelhylene 2 wb Cone. INDy/L saiple 6 noaths
Lithiun Polyethylene 2 nlL Cone. HNOy/L saople G nonths

* ‘lallon conlainers can alsc 98 usea L0 replues cither the polyethylene or the glass
containers snown in the table,

*In sone WS regions, depending upon the syecific empound to be snulyzed williin these
groups and Lhe nethoa of analysis eployed, certain organice solvenis are ulso aosupd tu
smples wn the fi1eld in mwcasured wnounts. Preliminary resesrch results have shown
thut this might be a better nethod of preservation than only cooling to 4°C.

1 In same WP regions these parselers are ineasured from the swie bottle. ‘Therefore ike
preservation method is the sane, f.e. 2 oL 0% v/v HyS04/L smiple + cool 4°C.

This methoa of preservation lor organic carbon and mtaii phosphorous has not been
corroborated by uny WE studies,

§ If the whole smple is autocinved in the original senple container.

Note: This table has heen adapted fram the Analyl ical Metluds Kanpual (Water Quolity
branch, 198E).
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Table 6.1 (eontd}

Hecouwnended Maximue permissible
Paranetor conlainer Preservallve storage time
MApnes it Polyethylene  (bal, 4% 1 days
deuyanese Folyetiylene  Zaal Cone, [NX /L sampie § nonths
Mepeury Gluss or b re Qone. HgS0,, 1 mb 5% 1 month
Tef lon Kg(xfo-, selution/100 wL
saple
wlybueiigg foiyethylene 2L, Cone. HMIgfL smple & months
Niciel Polbyethylene 4 nil Cone. 1NO3/L sanple 6 ontls
BN Ll‘Dg(‘:a _
Amonfas lolyetiylene  Lool, 4°C, ¥ mi 406 1804/L 24 b
pelaunt Palyetnylene (bol, 4°C 28
sitrute + nitested Pelyethylene (uol, 4°C 24 h
Urgunie nrtrogen Polyethylene (bol, 4°C 24 h
rganie-particutate Plustic putri Filter using GF/C firliterg 5 nonkhs
dis cool, 4%
Mila
I'oluropraphic Potyethylene  Tresled with 0.5% ol 37% 24 it
solulion of fommldenyde;
lilter using 0.45-um
mamrane filier
GL Gluss 5 mbk Oone. HCIFL sunple Za b
Uil unu grease Gluss Cowol, 4°C, SmL } + 1 4 n
HghUa /L (HySUy to
pll <2}
Urganoplosphorus No holaing;
pesticidus™ Gluss ool , ¢°C, 10% HCI to pH 4.4 extraction on site
preferable
Penluchiforopheno | Gluss HpS0y to pH <4, 24 h
T.5 & CuSUylLy
cocl, 49C
pEE Polyethylene HNone & h
Phenolies Cluss HgPOg Lo piE <4, 24n
1.0 g CuSDy/L;
wool, 4°C
Phenoxy ackd 180y 10 pit <2; Lreferaixie to
herbieides Glass copl , 4°C exteact imnediutely
Enosphorus
Liysokved Glass Filter using D.45-um 24 h
maftbrans [ilter on site
Inorganic Llass ool, 4% 24 h
Ur tho Glass Cool, 4°C 24 h
‘Fotail Glass Cool, 4°C . ¥ nonth §
Potuss iar Polyethylene (ool, 4°C 7 deys
Hes idue Polyethylene Cool, 4°C 7 ueys
Helenium Polyethylene Obol, 4°C G months
siifen kolyethylene Cool, 4°C 7 days
Silkver Palyethylene 6.4 g Digodium EJEASIOH mL 10 days
sanple
Sodium Poiyethylene (Cool, 4°C 7 days
Specifie conduetance Polyethylene Cool, 4°C 24 h
Sirontiun Polyethylene 2 nl Cone. HNO4/L serple 6 months
Sugar Glass Cool, 4°C 24 h
Suiphute Polyethylene {dol, 4°C 7 days
‘Tupbidily Polyethylene Cool, 4°C 7 days
Vanadiun Polyethylene 2 ml (ope. HNO4 /L sample & months

Zine Polyethylene 2 ml Conc. ENC3/L sample f months
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TABLE 6.2 Sample containers and preservation for constituents in sediment

Kecannended FEXITUN pennissiDie
Paraneter container Presarvative storage tine

Larbon Polyethylene or Freeze, =20°C b montns

- polypropylene
bug wr jar

Chlotinated hydroearbon Glass jar Fresze, -20°C Extract as soon

pesticides or aluminun as possible

cannister

Mercury Polyethylene or = Freeze, -~20°C 4§ moatns
polypropylene bDay
or jar

setals Polyethylene or Freeze, =20°C 6 montis
polypropylene bag <
or jar

Nitrogen Polyethylene or Freeze, -20°C § months
polypropylene bag
or jar

Uil ana grease ylass jar or Freeze, -20°C Extraet as soon
aluninun cannister as possible

Ppasphorus Polyethylene or Freeze, -20°C § montng
polypropylene bag

or jar

Note: ‘This table has been adapted fron tne Analgtical Metnods Nanual (Water tuality
Beanch, LY8L).







CHAPTER 7
SAMPLING FOR RADIOACTIVITY MEASUREMENTS

71 Sources of radioactivity in water

Excessive levels of radioactivity are deleterious to several beneficial uses
of water, and are especially significant in relation to human and animal health (WQS,
section 2.7). Radionuclides in water emit radiation of the following types:

. Alpha particles, which are helium nuclei; they do not penetrate
materials deeply. This means that they deposit all of their energy
close to their source and are therefore very dangerous when
ingested or inhaled;

. Beta particles, which are high velocity electrons; they are moder-
ately penetrating and moderately dangerous;

. Gamma and X-rays, which are short-wave-length electromagnetic
radiation, deeply penetrating and moderately dangerous.

Neutrons, highly penetrating uncharged particles, are very dangerous but
less important since neutron emitters are seldom encountered as water pollutants,

Radioactivity in water may be of natural or man-made origin. The main
natural processes that introduce radioactivily into water are the weathering of rocks
containing radioactive minerals and fallout of cosmic-ray-produced nuclides. The
major sources of man-made radioactivity are uranium mining, the nuclear-power
industries, nuclear weapons testing and the peaceful applications of nuclear materials
and devices.

The principal radionuclides introduced naturally into surface and ground-
waters are¢ uranium, radinm-226, radium-228, radon, potassium-40, fritiurm and car-
bon-l4, All but the last two derive from radioactive minerals. In areas where
radioactive minerals are abundant, natural uranium is the major radioactive constitu-
tent present in water. Tritium and carbon-14 are produced by the interaction of cos-
mic-ray neutrons with nitrogen in the upper atmosphere. The tritium is eventually
rained out as tritiated water and the radiocarbon is incorporated into atmospheric car-
bon dioxide. Both radionuclides are also produced by thermonuclear weapons
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testing. Tritium is also an activation product and since 1970, the nuclear-power
indusiry has probably been the largest source of tritium.

Strontium-90 and cesium-137 are the major man-made radicisotopes of con-
cern in water.

Dissolved and particulate radioactivity in water is controlled by the same
mechanisms that affect other constituents in the geohydrologic environment. The
geochemical behaviour of a daughter element may be grossly different from that of
the radicactive parent, aithough its occurrence, distribution and transport may be gov-
erned by the parent.

The International Commission on Radiological Protection recommends
maximum permissible body burdens for various radioisotopes, from which maximum

permissible concentrations in water are derived (WQS, scction 2.7).

The SI radioactivity units are:

. Becquerel (Bq) - Comresponds {o one disintegration (transforma-
tion) per second (dps);

. Gray (Gy) - Represents the absorption of one joule of energy per
kilogramme of tissue and measures the biological effectiveness of
radiation dose;

. Sievert {(Sv) - Mcasures the radiation dose equivalent and is

obtained by multiplying the absorbed dose with a quality factor
(Q). Q depends on the nature of radiation. For example, Q is 1

. for beta particles and gamma rays whereas for alpha particles it
has a value of 20 (USEPA, 1981). :

Equivalence to older units:

. 1 curie (Ci} is equal to 3.7 x 1010 Bq {or dps);

. 1 rad is equal to 100 ergs/g, or to 0.01 Gy;

. 1 rem is equal to 0.01 Sv or to 100 ergs/g x Q.
7.2 Collection and preservation of samples

Acceptable confainers are polypropylene, polyethylene or Teflon (HSS,
section 10.8.2). They should be pretreated by filling them with concentrated nitric
acid for a day, rinsing with detergent and then rinsing several times with purified
water. The principal problem encountered in preserving these samples is adsorption
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on the walls of the container or on suspended matter (GPH, p. 12}.

Samples are collected in 4-litre bottles. To keep metals in solution and
minimize absorption, 2 m] of concentrated HCI per litre of sample, or nitric acid to
1 per cent concentration, are added and then the bottles are shipped to the laboratory.

The procedure used in the National Radienuclides Monitoring Program of
Environment Canada is to sample for radicactivity measurements monthly and then
to analyse an annual composite sample. This is made up by mixing, in a separate bot-
tle, 400-ml aliquots from each monthly sample. If a significant level of radioactivity
over the background levels is found, then the samples making up the composite are
analysed individually to locate the sample(s) which has (have) the higher-than-
expected radioactivity level

Detailed instructions for analysis of radioisotopes associated with water
quality are given in CPQ, pp. 113-63, including recommended containers and preser-
vation methods. '







CHAPTER 8
SAMPLING FOR BIOLOGICAL ANALYSIS

Natural and treated waters vary greatly in biological quality. The "saprobic
system" of water-quality assessment is a rating system based on biological activity
(WQS, section 2.5.2), Changes in the community of plants and animals living
together in a specific area can also be used to indicate water quality, the Iack or abun-
dance of certain species being indicators of problems (for the ecosystems approach to
the classification of water quality, sec IWQ).

3.1 Microbiological analysis

The presence of living fecal coliform bacteria indicates an incursion of
inadequately treated sewage. The complete absence of coliforms, and especially
fecal coliforms, is mandated, by the World Health Organization for any drinking water
supply {(GDW, Table 6, p. 19). Other micro-organisms respensible for human dis-
eases are sometimes to be found in water, e.g. the cholera and typhoid agents,
salmonella, pseudomonas and certain single-celled animals such as those that canse
amocbiasis.

It is very important that all water samples submitled for microbiological
analysis be collected as aseptically as possible in order to reflect accurately microbio-
logical conditions at the time of sample collection.

Only some of the essential information for sampling for microbiological
analysis 18 given here. More detailed information about the various aspects of micro-
biological sampling and analysis is found in specialized manuals such as Methods
Jor Microbiological Analysis of Waters, Wastewaters and Sediments (National Water
Rescarch Institute, Environment Canada, Burlington, Ontario, 1978).

8.1.1 SAMPLE CONTAINERS

Microbiological samples are usually collected in sterile 200-ml or 500-ml
wide-mouthed glass or non-toxic plastic bottles with screw caps. Plastic containers
should be checked to ‘make sure that they do not shed microscopic particles capable
of confusing some kinds of bacterial counts, Metal and certain rubber containers may
exert a bacteriostatic effect. If capped, the bottle cap should have an autoclavable sil-
icone rubber liner. If stoppered, the bottle mouth should be covered with sterile
heavy-duty paper or with aluminum foil secured with string or an elastic band.
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Where the standard is "no coliforms in 100 ml", ihe failure io find one i a
small sample by no means ensurcs their absence. It would be statistically more
meaningful to examine more or larger samples (GDW, section 2.4.2.1).

8.1.2 SAMPLE PRESERVATION

Whenever possible, water samples should be analysed immediately after
collection. If immediate processing is impossible, samples should be stored in the
dark, in melting ice. Storage under these conditions minimizes multiplication and
die-off problems up to 30 hours after collection. Samples should never be frozen.

If samples arc suspected of containing concentrations greater than
(1.01 mg/l of heavy metals such as copper, nickel or zinc, their bacteriostatic or bacte-
ricidal effects should be minimized by the addition of a sequestering agent such as
ethylenediaminetetraacetic acid (EDTA), 0.3 ml of a 15 per cent solution for each 125
ml of sample (HSS, section 11.3.2)

Residual chlorine would not often be expected in natural waters, but if pre-
sent should be destroyed by addition of thiosulfate, 0.1 ml of a 10 per cent solution of
sodium thiosulfate for cach 125 ml of sample.

8.1.3 SAMPLING PROCEDURE

A discussion of the advantages and disadvantages of several samplers
under various circumstances is included in SRS, section 8.2.4. Objections to the use
of open-ended cylinder samplers (contamination by carry-down of bacteria from
upper layers, bactericidal effect of metals during the short residence times} have been -
found to be unsupported by the facts (SRS, p. 47). Composite sampling is not recom-
mended (HSS, Fig. 11.1) because of the great variability of samples.

The following instructions are for use of a simple bottle sampler:

(ay Remove, as one unit, the protective paper and stopper of the sam-
ple bottle;

)] Do not rinse the sterile botile:

{©) If the sample is to be collected in a hand-held fashion, hold the
sample bottle near the base and plunge the bottle, neck downward,
below the water surface 25-40 cm. Tilt the bottle so that the neck
points slightly upward and during filling push the bottle horizontal-
1y forward in a direction away from the hand to avoid contamina-
tion. If a current is present, direct the mouth of the bottle against
the current;
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(@ If a bacteria-sampling apparatus is used, fit the bottle into the
spring clamp with the bottle mouth downward. The mechanism is
designed so that the bottle is then rotated to the upright position
under the water surface by the mechanical sampler;

- (e) Remove bottle and decant sufficient water to leave a space of
3-4 ¢m between stopper and water line;

') Replace cap or stopper and paper covering, fasten cover and label
bottle (if not prelabelled) with a waterproof marking pencil;

(&) Place the bottle in an ice chest;

(h) Record the time of sampling and depth of sample, water tempera-
ture and ambient temperature on the field-sampling sheet.
Description of the location can be obained from the station-loca-
tion description sheet.

8.2 Macrobiota

There are several categories of multicellular species which may be moni-
tored for a number of different reasons (HSS, section 10.7.1).

Fish are used as a food supply and a recreational resource and, as the peak
of the food chain, are indicative of a variety of water-quality conditions depending on
their type and age. Benthic macroinvertebrates (organisms living on or near the bot-
tom which are retained by a standard sieve) are indicators particularly of recent pollu-
tion events because of their low mobility and sensitivity to stress. Periphyton, a ses-
sile plant which grows clinging to surfaces, and plants that grow in the mat attached
to it are some of the primary producers of aquatic organic matter, particularly in shal-
low arcas. Macrophytes are large plants, often rooted, which cover large areas in
shallow water and may interfere with navigation and recreational uses of a water
body. Plankfon is small free-floating plants and animals; the former, phytoplankton,
is primarily algac, whose growth is an indirect measure of, among other things, the
concentration of nutrient chemical parameters; the latier, zooplankton, is found at all
depths in both standing and flowing waters.

Many of these organisms can be froublesome in water treatment. For
example, algae clog filters, consume extra chlorine, adversely affect odour and taste
of water, and some are toxic, Others species may be carriers of discase-causing
organisms, such as the snails which carry guinea-worm larvae or schistosomes
(GDW, sections 3.2 and 3.3).

Depending on the information desired, many different studies can be made
on these specimens, from counts and identification, through wet, dry and ash-free
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weight, to tissue analysis and enzyme determinations (HSS, section 10.7.1.8).
3.2.1 SAMPLING METHODS
Distributions of sampling locations are recommended in HSS, scction 7.4.4.

Fish can be collected actively, as with seines, trawls, electro-fishing, chemi-
cals, and hook and line, or passively, as with gill nets, trammel nets, hoop nets and
traps.

Macroinvertebrates may be qualitatively sampled by many methods,
depending on their habitats and other parameters (GST, section 4.2.3.3). Two meth-
ods in addition to nets are multiple-plate samplers, Figure 8.1 (from HSS, p. 167},
and the basket sampler (described in WQS, p. 142), These are left suspended in place
by floats for periods of four to eight weeks, then carefully raised to the surface, with a
net undemneath, for dislodgement of the specimens, Bottom samplers are described in
Chapter 10.

Plankton can be collected using the water samplers described in Chapter 3.
There are also specially designed samplers such as the juday plankton trap, which
encloses about 5 litres of samplc at the desired depth and filters out the plankion. Itis
rather expensive and awkward to handle from a boat (WQS, p. 138). Zooplankton
requires large samples, and a metered nylon net can alse be employed.

Periphyton can be sampled by exposing anchored or floating slides at the
site for at least two weeks (GST, section 4.2). An example of the latter is shown in
Figure 8.2 (HSS, p. 166).

For macrophytes, a garden rake can be used in shallow water and dredges
in deeper water. From a boat, a cutting knife on the end of a pole or a simple grapple
can be used (WQS, section 3.7). For some purposes, self-contained underwater
breathing apparatus has been found io be useful.

8.22 SAMPLE PRESERVATION

In WQS (p. 141) it is recommended that a suitable stain such as rose bengal
be added before any fixatives. At a later date, the preserved animals can be picked
out by personnel with less biological training because the colour causes them to stand
out against the background.

Tables recommending methods for the preservation of specimens of macro-
biota are given by GPH and HSS (pp. 234-240). The former is included here as
Table 8.1. Canadian practice prefers the use of lugol sclution rather than formalde-
hyde for periphyton and the planktons.
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Figure 8.1 Macro-invertebrate multiple-plate sampler
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EPA periphyton sampler. Plexiglass frame supported by two styrofoam floats.
Rack holds eight glass microscope slides (30).

Figure 8.2 Periphyton floating-slides sampler
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TABLE 8.1 Techniques generally sultable for the preservation of samples

BIOLOGICAL AWALYSIS
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CHAPTER 9

PRECIPITATION SAMPLING

In recent years it has become increasingly apparent that deposition of atmo-
spheric pollutants 10 aquatic ecosystems is of major ecological significance. Most
notable in this regard have been the effects on aquatic biota resulting from acidic pre-
cipitation in Scandinavia, castern Canada and north-castern United States, damage to
forests in various parts of the world, and the discovery of toxic contaminants in lakes
and icefields far removed from anthropogenic sources.

Rain and snow contribute not only hydrogen ions but also significant
amounts of other chemical constitnents including trace metals, nutrients, sulfates and
organic compounds. Precipitation on land then undergoes a complex series of inter-
actions as it percolates through the soil to become groundwater. Acid rain, for exam-
ple, may dissolve metallic components such as aluminum and mobilize them for
transportation ultimately into surface waters. Material deposited by rain gencrally
interacts with surface or groundwalcrs within a short time, while snowpacks on ice or
frozen ground accumulate hoth wet and dry deposition over a longer period, At the
time of spring thaw this whole amount is delivercd to the surface or groundwater at
once, greatly intensifying the effects of the accumulated pollutants (SPN, scction
3.5). In fact, it has been shown that three-quarters of the soluble material is carried
off by the first third of the melt water (CAP, p. 12).

For a complete picture of the atmospheric transport of toxic substances,
both the wet and dry precipitation must be sampled and analysed as well as the air
itself. Precipitation is an effective scavenging agent for many atmospheric sub-
stances, solid, gaseous and aerosol. Before they are removed by rainout (removal
processes in the cloud) or washout (removal processes below Lhe cloud), most major
pollutants are converted to aerosols. Gascous components are removed by dissolution
in the water droplets or trapping in ice crystals. The partitioning of a gas between air
and water is governed by Henry's law (SPN, section 3.2). Particles such as dust or
other acrosols are removed in-cloud by serving as nuclei for droplet or ice crystal for-
mation and washed out below the cloud by impaction with rain or snow. Other mech-
-anisms for scavenging of materials from the atmosphere are absorption and deposi-
tion at the surface, e.g. solution of gases and trapping of particles at water surfaces.

Particufate analysis, both of "dry deposition” (material deposited outside
periods of precipitation) and that of material suspended in the air (aerosols), is made
uncertain as an indicator of atmospheric compogition by local sources of particles
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such as resuspended dust. Deposition at the surface is conirolied by the flux (rate of
downward motion), which in turn is a function of particle size; by the turbulence of
the air flow; and by the roughness and stickiness of the surface. For example, partic-
ulate matter deposited in a coniferous forcst is almost 100 per cent retained, whereas
the same material deposited on a ploughed field can be easily resuspended.

This chapter discusses the eriteria necessary for the collection of liquid and
frozen precipitation samples and of swrface deposition. For the analysis of atmo-
spheric deposition over longer periods than are usual in a water-quality monitoring
network, several other substrates have been found useful in providing a record of past
depositions (CAP, p. 9). These include naturally growing mosses (which quantitative-
1y retain some metals), ice cores from glaciers and boitom sediments.

The material contained in this chapter has been adapted primarily from
CAP, SPN and SWQ, Chapter 9.

9.1 Site selection

As for a surface water-quality monitoring network, the selection of sam-
pling sites and the type and frequency of sampling in a precipitation-sampling net-
work depend on the objectives of the monitoring programme.

One objective could be to monitor the temporal and spatial variations of
constituents of precipitation over a large geographical area to follow long-range
transport of airborne pollutants. Sampling sites in such a network would be located
distant from local or regional soutces of pollution, and would be selected to represent
major geographic and climatic arcas (SPN, section 2.2). It could further be desired to
establish monthly, seasonal or annual cycles or long-term trends. For the definition
of monthly cycles, for example, it is neccssary to sample frequently - at least
weekly - over a miinimum of one ycar. For the establishment of trends, one approach
is to sample at more or less equally spaced intervals, at least monthly, over a period
of at least 10 years for statistical significance (SPN, section 5.3).

Another ohjective could be to monitor and control local or regional emis-
sions. Estimates of the local impact of large sources require intensive short-term
sampling with a large number of collectors to establish the pattern of deposition; the
number of collectors could be reduced in number if the exact location of the plume in
each event could be located (CAP, p. 13).

Finally, data could be required to develop and test mathematical models
which have specific sampling needs. Typical models utilizing these data would be
designed to simulate the emission, transformation and interaction, transportation,
deposition and effects on recepiors of poliutants on a local, regional or continental
scale.
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In general, sampling sites should be selected to give accurate and represen-
tative information concerning the temporal and spatial variation of precipitation
deposition of chemical constituents of interest. Important factors to take into consid-
eration are prevalent wind trajectories, sources for compounds of interest, frequency
of precipitation events (rain, snow, hail} and other meteorological and atmospheric
processes thai influence the wet deposition.

Local criteria to consider are:

(a)

(&)

(©

@
(e

®

(8)

()

No moving sources of pollution, such as routine air, ground or
water traffic should be within 1 000 m of the site;

No surface storage of agricultural products, fuels or other foreign
materials should be within 1 000 m of the site;

Samplers should be installed over flat undisturbed land, preferably
grass covered surrounded by trees at distances greater than 5 m
from the sampler. There should be no wind-activated sources of
pollution nearby such as cultivated fields or unpaved roads. Zones
of strong vertical eddy currents, eddy zones leeward of a ridge,
tops of wind-swept ridges and roofs of buildings should be partic-
ularly avoided becanse of strong tarbulence;

No object taller than the sampler should be within 5 m of the site;

No object should be closer to the sampler than a distance of 2.5
times the height by which the object extends above the sampler.
Particular attention must be given to overhead wires;

The collector intake should be located at least 1 m above the
height of existing ground cover to minimize coarse materials or
splashes from being blown into it.

Automatic samplers require power to operate lids and sensors, and
in some cases for refrigeration in the summer and thawing in the
winter. If power lines are vsed, they must not be overhead, If
generators are used, the exhaust must be located well away and
downwind from the collector;

To address issues on a continental scale, sites should preferably be
rural and remote, with no continuous sources of pollution within
50 km in the direction of the prevalent wind direction and 30 km
in all other directions.

It may not be possible to meet alt of these criteria in all cases. The station-location
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description should refer to these criteria and indicaie the exact characteristics of cach
location chosen as a sampling site.

In the case of large lakes, the precipitation over the lake may not be as
heavy as along the shores and the proportion of large particles smaller. To sample in
the middle of a lake, the sampler can be mounted on a buoy, rock, shoal or small
island (SPN, scction 4.2.2).

Location and warning lights of buoy collectors require approval from the
responsible navigational regulatory agency. The buoy should not be near a naviga-
tional lane or channel, yet should be safely accessible by a boat. The sampler height
should be high enough above the water that splashing or wave spray does not affect
the sample. The mooring of a bucy should be secure, but in colder climates it should
be capable of being replaced in winter by an ice-based sampler.

9.2 Sample collectors

Event sampling is the preferred method for sampling precipitation. Each
rain shower, storm or snowfall would constituic an event. Analysis of event precipi-
tation samples enables the determination of the nature of the pollutants associated
with a particular storm and makes possible the use of wind trajectory analysis to
determine probable sources. However, this sampling regime is very demanding of
analytical resourccs. The same statistical considerations concerning frequency of
sampling apply herc as for surface-water sampling (section 2.4). Similarly, the sam-
ple volume is determined by the analytical needs (section 3.5.3). The size of the col-
lecting surface of the sampler and the minimum volume of sample needed for analy-
sis will determine the minimum amount of rainfall which can be considered an event,
For example, if the collecting surface measures 2 500 cm? (e.g. a square collecting
funnel 50 cm to the side or a round funnel with a diameter of 56.4 ¢m) and the mini-
mum amount of sample needed for analysis is 1 litre, given a collection efficiency of
80 per cent, the amount of rainfall necded to collect sufficient sample is:

, _ 3
Amount of rainfall = 1000em” y 1 _ 0.5 ¢m or 5 mm,
2500 cm> 08

Many types of collectors have been used to sample precipitation, from a
plastic, stainless steel or glass container placed on location at the beginning of a pre-
cipitation event to a sophisticated sequential sampler designed to collect precipitation
samples automatically at selected intervals during an event.

Two types of automatic collectors are the Aero-Chem Metrics device (CPQ,
section 5.B.5.a) and the Sangamo Type A precipitation collector (Figare 9.1), which is
the current (1986) standard collector in Canadian practice. It is a "double bucket"col-
lector; one bucket is used to collect the wet deposition while the other bucket collects
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1. Moveable cover 7. Mounting flange
2. Splash screens 8. Mounting pipe (7.5 cm L.D.)
3. Coversupportarms Y. Companion flange (18 cm)
4, Collection buckets  10. Sensor head support arm
5. Housing 11. Sensor head
6. Cover plate 12, Housing vents and drain spouts

Figure 9.1 Sangamo Type A precipitation collector
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the dry deposition. The collector is equipped with an antomatic sensing sysiem
which detects precipitation, liguid or frozen. At the onset of a precipitation event, the
sensor detects it and the cover is moved from the "wet” bucket to the "dry" bucket.
On cessation of the event, the cover antomatically returns over the "wet" bucket.

The sample container normally used with the sampler is a black polyethy-
lene vessel. Tt consisis of two parts. The top part is a removable rim which has been
specially fabricated to ensure a sharply defined uniform area of collection. Both the
rim and the bucket must be rinsed with distilled, de-ionized water each time a sample
is removed. 'When sampling precipitation for organic contaminants a stainless steel
or glass bucket must be used.

When the direction from which the precipitation comes and its amounts are
part of the information desired, associated meteorological measuring instruments can
be utilized. Equipment has been designed in which a wind vane directs the precipita-
tion to one of a number of bottles depending on the direction of the wind (SPN, sec-
tion 6.5.4).

New, all-weather samplers, especially for collecting samples for analysis of
toxic organic compounds in precipitation, arc under development. They incorporate
not only recent advances in electronics but also extract the organic compounds onto
resin columns, thus preserving the sample and facilitating its shipment to the labora-
tory for analysis.

9.2.1 SNOW COLLECTORS

The aerodynamics of a snow collector differ from those of a rain collector
(SPN, section 6.4.2). Falling snow blown by the wind often travels close to the haori-
zontal and would not be entrapped by a rain ¢ollector, In addition, wind ¢ddies
around the opening of the collector can generate turbulence inside and remove some
of the snow. More modern snow collectors are similar 1o the rain collectors except
that they are heated to thaw and store the entrapped snow as liquid in 2 compartment
beneath the sampler.

9.22 DRY-DEPGSITION COLLECTION

Many of the preblems in snow collection also apply to collection of dry
deposition. The two-bucket collectors provide a measure of the amount, but consid-
erable controversy exists about the relevance of such measurements (CAP, p. 17).
The air turbulence around such devices 1s not the same as at the surface of a lake, for
example, which leads to differences both in absolute collection efficiency and relative
efficiency between different particle sizes. Other methods have been snggested such
as glass plaies coated with sticky materials and shallow pans with liquids, aqueous
ethylene glycol or mineral oil.
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9.3 Sample collection procedures
9.3.1 DEFINITION OF THE END OF THE MONTH

For regimes in which monthly returns are submitted, the end of the month
should be defined. A convenient definition used in Canadian practice is that the
month ends at 17,00 GMT on the last day of the current month, In the event that pre-
cipitation is occurring at the station at 17.00 GMT on the last day of the month, the
cnd of the month is taken as the date and time that the precipitation ceases.

932 SAMPLE-HANDLING PROCEDURES

Depending on the sampling frequency, e.g. event or monthly, the sample is
removexd from the collector at the end of the event or of the month, using the follow-
ing procedures:

(a) Remove the bucket from the collector and carry it to a clean area
free from smoke, dust, gasoline, oil, and any other materials that
might contaminate the sample;

Note: Hands must be clean. Those surfaces which will come in contact
with the precipitation samples (i.e. inside surface of the collection
bucket) must not be touched. If the sample is frozen, i.e. snow or
ice, it must be allowed to melt at room temperature before proceed-
ing.

b) Using a graduated flask, measure the volume of the sample to the
ncarest 10 ml and note this figure on a Sample History Form
together with the period over which the precipitation was collected,
e.g. 25-07-81 10 26-07-81, 420 m];

() Carefully pour the sample into a large, ¢.g. 8-litre, storage contain-
er and recap the container immediately;

(d) Using the rinse hottle and de-ionized, distilled water, thoroughly
rinse the bucket, rim and flask. Assemble the vessel and place it
back in the collector. Cover the graduated flask afier rinsing it.

For shipping the sample to the laboratory for analysis:

(a) Carefully pour the sample into a sample shipping botile, filling it to
within about 2 cm of the top if there is sufficicnt sample. Screw
the top onto the shipping bottle securely;

(b) Discard any sample remaining in the gradunated flask;
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{c) Using the rinse bottle and de-ionized, distilled water, thoroughly
rinse the storage container and the graduated flask. Cover the

graduated flask;

{d) Complete the Sample History Form. Fill out a sample identifica-
tion label, of the type shown in Figure 9.2, and stick it onio the
sample bottle;

{c) Prepare the labelled sample bottle, including the completed history
form, for transmission by the selected means to the apalytical labo-
ratory for chemical analysis,

B e Bl
CANSOC "= =
:‘)‘.;(:._r"l:‘:""uP }.;: I--. I“:.—.
STATION SOMEPLACE
MONTH JULY YEAR 1980
MOIS ANNEE
COLLECTOR SANGAMO TYPE A
COLLECTEUR
Figure 9.2 Example of a label for a precipitation sample
933 PREVENTION OF SAMPLE CONTAMINATION

Careful handling of equipment and samples to prevent contamination is
extremely important. The dissolved substances in a precipitation sample have very
low concentrations and any contamination will produce erroneous results.

Those surfaces which will come in contact with the precipitation samples
must not be touched, i.e. the inside surface of the collection vessel. If transfer of the
sample must be carried out, extreme care must be taken with cleanliness of the funnel
and the transfer must be done in a dust-free area with no person smoking nor any
other form of pollation in the vicinity (SPN, section 7).
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It is essential that all operations be carried out in as clean a manner as pos-
sible. The following contaminants should be strictly avoided:

(a) Gasoline;

- () Oi
{c) Cigarette smoke and ash;
()] Organic liquids;

(e) Other volatile materials that can lead to contamination of the sam-
ple by vapours or smoke;

(3] Other materials such as dust and dirt.

If it is suspected that the sample has been contaminated with any of these
materials, then it should be reported on the Sample History Form.

For the use of blanks to ensure that no contamination is introduced during
any of the procedures see section 2.7.4.

94 Records of precipitation samples

The interpretation of the results of the chemical analysis requires informa-
tion on any phenomena likely to affect the chemical constituents or the physical col-
lection of precipitation. Thus, it is necessary to maintain a carefully prepared record
pertaining to each sample. A Precipitation Sample History Form must be provided
for this purpose. An example of a completed Precipitation Sample History form is
shown in Figure 9.3. The information which must be included in any such form is:

(a) Station name and number;
(b) Type of collector (enter the full name);

{c) The day, month and year that the collection was begun and com-
pleted;

@ The volume of the sample {to the nearest 10 ml is vsually suffi-
cient);

(e) The height (in mm) of water collected in the standard precipitation
gauge during the same period.
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Space should be included to enter any obscrvations of sitnations which may
affect the samples, together with the time of the occurrence. A partial list of events
of the type which should be recorded follows:

(a)
&
©
d

(e
®

Note:

(2

High winds, their direction and intensity (if available);
Unusual amounts of blowing dust;
Blowing snow, i.e. snow particles raised by the wind;

Missed precipitation events with an estimation of amount missed,
whenever possible;

Snow and ice capping of the collection vessel;

Objects found in the collection vessel. Indicate the nature of the
object, such as Icaf, insect, paper, bird droppings;

If objects are found in the cellection vessel, do net attempt fo
remove them, as further contamination may resuit,

Power failure.
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CHAPTER 10
SEDIMENT SAMPLING PROCEDURES

Three major types of particulate matter can be distinguished in rivers and
lakes, although the distinction is not absolute. One type can be converted into anoth-
er by changes in water velocity. The types are (GEM, Chapter VII, section 1.1.1):

(a) Suspended matter - particles maintained by water turbulence in
suspension above the bed of the water body. In rivers the total
amount and particle size vary greatly with stream flow. In lakes
the amount is usnally small, less than 10 mg/l, and consists mostly
of organic lacustrine detritus and very fine soil material;

(b) Bedload (or "traction-load™) - that part of the particulate matter
which remains in almost constant contact with the river bed and is
moved by rolling, sliding or hopping much more slowly than the
watcr velocity;

(c) Deposited matter - results from a decrease in water energy, leading
to settling, coarse particles first. Lake sediments tend to be fine
particles, while those in rivers are much more heterogeneous.

A scale of grain sizes is given in Table 10.1 (GEM, Chap. VII, Table 1, p. 4).

Sediment plays an important role in water quality. Part of the assimilative
capacity of natural-water systems for inorganic materials, e.g. metals and organic
substances such as pesticides and herbicides, is due to the ability of the sediment to
bind them, thus removing them from the water.  On the other hand, many toxic sub-
stances bound to the sediment can be released to the surrounding watcrs by a variety
of chemical and biochemical reactions, thus making them available to the organisms
living in these waters.

The binding power of sediments depends on the chemical nature of the sub-
stance to be bound and of the particles, and on the surface-to-mass ratio of the sedi-
ment particles. Small particles, particularly those of organic origin, can have surface
areas of many square meires per gram. Thus they are capable of absorbing large
amounts of dissolved materials. Table 10.2 (GEM, Chap. VII, p. 8) indicates some of
the specificities of adsorption.
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TABLE 10.1 Grain-size scales for sediments (after Shepard, 1963)
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TABLE 10.2 Speciation of pollutants in particulate matter

Poliutant Phase or form
or Electro- Specifically  Organic Bound to Occluded in Bound to Specific Silicates and
Nutrient statically adsarbed matter carbohates Fa-Mn oxides Sulfices Minerals other residual
adsorbed mingrals

Organic o X xx o X 0 o 0
mattar

Nitrogen X X XX o o o 0 o

(NH3) "
X {Nucleic
-Phaspharus acids, o xx o XX 0
PO, -P phospho- {Apatites)
lipids}
Arsenic X X % -] X X XX X
[Arsenates)

Trace metals X % xx X X X X xx
PCBs & other

chlerinated (i) XX X a o -] o -}
compounds

Polycydlic 0] XX % o o o o o
aromatics

Cther (i) XX X o ] o © e
hydrocarbons

Relative abundance: o= None; x = Littie; xx = Abundant; and (i) = Depends on the polarity of arganic molecules.

SHANAEZ0dd ONITdINYS LNHNIAES

6tl
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Lake and sircam sedimenis ofien reflect recent additions of heavy metals
before they are detectable in the overlying water. Poorly soluble pollutants, such as
polychlorobiphenyls (PCBs), will be present in fine sediments at concentrations
many orders of magnitude higher than their concentration in water. While the water
analysis may therefore indicate no detectable concentrations, a water bady may still
be heavily polluted with organic and inorganic material in the sediments indicating
that contamination has occurred or is occurring. With water-insoluble and fat-soluble
substances, even higher concentrations may be found at the top of the food chain, but
in many cases sediment sampling is nonetheless preferred to sampling of biota (SRB,
scction II1.1.3). Bottom scdiment samples reflect the historical input to streams,
lakes and estuaries with respect to time, application of chemicals and land use. Also,
for bottom-feeding organisms sediments may be more important than water as a
source of organic and inorganic substances.

Suspended-sediment samples are collected in much the same way as sur-
face-water samples in that they are intended o be representative of a region of the
water body. On the other hand, bottom sediments are specific to a particular location
on the bed of the water body.

10.1 Site selection

Maost of the selection criteria ouflined in Chapler 2 also apply to sampling
for sediments; therefore, only additional special recommendations will be described
here,

10.1.1  RIVERs

The quality of suspended material across a section of a river is much less
variable than its quantity. An integrated sample obtained by mixing water from sev-
eral points in the water column according to their average sediment load can be con-
sidered as representative of the guality of particles in the cross-section, as long as
there is good lateral homogeneity.

The best place to sample bottorn deposits in fast-flowing rivers is in shoals,
at channel bends and at mid-channel bars or other sheltered arcas where the water
velocity is at its minimum (GEM, Chap, VII, section 2.2.2; SRB, section 11L.4).

‘Where sediment transport data are required, it is necessary to locate the
sampling sites near a water-quantity gauging station so that accuraie siream discharge
information is available at all times. Sampling locations immediately wpstream from
confluences should be avoided, as they may be subject to back-water phenomena. In
streams too deep to wade, it may be advantageous to locate sampling sites under
bridges or cableways. When sampling from bridges, the upstream side is normally
preferred. Sampling on the downstream side of the bridge presents limited upstream
visibility (cf. section 3.2}, Sampling in areas of high turbulence, near piers, must be
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avoided. Sediment samples collected near piers are often unrepresentative of the
general sediment transport characteristics. Attention must also be paid to the accu-
mulation of debris or trash on the piers, as this can sericusly distort the flow and
hence the sediment distribution. Finally, sampling sites should be accessible during
floods, since sediment transport rates are high during these times.

10.1.2  LAKES

The basic sampling site should be located at the geographic centre of the
Iake, which is also usunally near the deepest part of the lake. If the deepest point is far
from the cenire of the lake, if there are many lacustrine basins, or if the lake is very
large (area > 500 km?2), several base stations may be needed.

If each sediment type must be sampled in each region of a lake, data from
acoustic surveys - echo-sounders - can be used both to identify the type of surficial
material (sand, gravel or mud) and to indicate the presence of layering below the sur-
face (SRB, section I11.3.2).

Secondary sampling sites should be located between the base station and
major tributary inlets or pollutant sources. A common strategy is 0 place points
down the long axis of the lake with occasional cross lines. Three o five stations
should usually give a good approximation of the sediment quality of an average-size
lake (GEM, Chap. VII, section 2.2,1). For statistical validity, however, a larger num-
ber of sampling sites will probably be required.

10.2 Sample collection
10.2.1  SAMPLING FREQUENCY

Most of the considerations governing water sampling frequency (section
2.4) apply to sediment sampling. A few additional observations are included here.

Sampling frequency in lakes is affected by the generally low concentrations
of suspended sediment. Scdiment traps should be operated during the periods of
maximum and minimum algal productivity and at times of high input of sediment
from rivers.

Repeat sampling of bottom sedimenis in lakes needs 10 take into account
the rates of sediment accumulation (SRB, section 111.2.2), Basins in cool temperate
climates often have accumulation rates of the order of 0.1-0.2 mm/yr. A resampling
period of five years would then be too soon to provide worthwhile new information,
unless the presence of a new pollutant is be tested.

For identification of peak pollution loads in rivers, two cases must be con-
sidered. For pollution from point sources, sampling should be done during low-flow
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periods when poltution inputs are less diluted. On the other hand, when pollutants
originate from diffuse sources such as runoff from- the land of agricultural nutrients or
pesticides, sampling must be focused on flood periods during which the pollutant is
washed out of the soil (GEM, Chap. VIL, p. 15).

If one of the objectives is to quantify the transport of sediment in the river
system, it should be noted that peak concentrations of sediment do not necessarily
correspond with times of peak flow. They may be simultancous or lagging (SRB,
scction I114.2). Also, a series of high flow rates will lead to progressively lower sed-
iment peaks - an "exhaustion effect” arising from depletion of material available for
resuspension.

10.2.2  SAMPLE INTEGRITY

For some purposes bed-sediment samples can be disturbed, ie. the individ-
ual particles can be rearranged relative to each other and it is ynimportant if the vol-
ume and shape of the sample is altered from the actual conditions of the deposit.
However, for many purposes undisturbed samples are required. When the purpose of
sampling is to obtain information related to the vertical composition of the deposits
or on the distribution of contaminants from a certain depth, undisturbed core or high-
quality dredge samples should be taken. It must be noted, however, that in rivers and
shallow lakes frequent resuspension of bottom sediments leads to homogenization of
the upper layer.

10.3 Samplers

To collect valid suspended sediment samples, samplers and sampling pro-
cedures must be designed o represent accurately the water-sediment system being
studied. The procedures and apparatus employed for sediment sampling depend on
the type of sediment being sampled. For example, since adsorption is greatest on the
smallest grains, the loss of the fine material in low-density deposits must be mini-
mized during any sampling process; the mcthodology and the equipment used for
sampling sospended sediments are different from those required for sediment
deposits. In addition to retaining fines, a bottom-material sampler must usnally be
able to maintain the integrity of the layers.

10.3.1  SUSPENDED-SEDIMENT SAMPLERS

Samplers used for suspended sediments must allow the collection of a sam-
ple representative of the water-sediment mix(ure at the sampling point or sampling
zone at the time of sampling. Samplers are of four general types:

(a) Integrating samplers;

(b} Instantaneous or grab samplers;
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{c) Pumping samplers; and
(d) Sedimentation traps.

The US series of integrating samplers is designed such that the intake noz-
zle is oriented into and parallel to the flow. As a result, the water-sediment mixture
moves from the stream into the intake with minimum acceleration, thus providing the
most accurately representative sample (SED, section 3.D.1.b.1b).

In lakes, the first two types are unlikely to provide enough material after
filtration for even the most basic analyses. Most of the published work on suspended
matter in lakes has used sedimentation traps, although microbial processes continuing
within them during the lengthy residence times required to obtain even small samples
and the complex physics of trap entry raise doubts about how representative the anal-
yses may be (SRB, section I11.3.7). Sedimentation traps for use in lakes and reser-
voirs are cylinders of plastic for metallic determinands and glass or metal for organic
compounds. The cylinder should have a height-to-width ratio larger than five, with
nothing above the opening such as lattices, lids, baffles or collars. It is necessary to
prevent the mooring system from moving by using an appropriate sub-surface float
{GEM, Chap. VII, section 2.4.1). Traps should be retricved after no more than one
month to minimize mineralization and microbial degradation of suspended organic
matter,

A minimum of 503 mg of suspended matter is needed for some basic analy-
sis purposes and 5 g for a fuller range of parameters. The volume of water which
should be sampled to obtain the required amounts of suspended sediments can vary
from a few to thousands of litres depending on the suspended-sediment concentra-
tion. For large volumes only pumping systems are practicable, and a continaous-flow
centrifuge is preferable to filtration (SRB, section I11.3.7). At throughputs of about
6 1/min, this is a lengthy process. An alternative is transport back to the laboratory in
tanks. New procedures are also being developed, e.g. combining centrifugation with
solvent extraction in the field (Canadian Water Quality Branch).

In smaller rivers, direct hand sampling can be performed by wading, using
a simple bucket if that is all that is available. If the suspended-sediment load is suffi-
ciently high, grab or depth-integrating samplers may be used followed by pressure
filtration through a (.45-nm filiration system. Pumped centrifugation is required only
where specialized analyses are to be undertaken,

10.3.2 BoOTTOM-SEDIMENT SAMPLERS
Exposed surface sediment may be collected directly into sterile containers

using a sterilized spatula or spoon (SRS, scction 8.2.44). Sediments covered by
water require special sampling equipment.
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Because ihe topmosi layer of the sediment is the mosi recent and is the sile
of the most intensive microbiological activity, it is usvally important that the sampler
not stir the sediment surface or cause change in the sediment layers, Thus the sam-
pler must be lowered so as not to create a pressure wave that may displace the softest
surface sediments. The sampler must penetrate far enough inio the sediments to
include the desired layers, but not so far that sediment spills out the top Further, the
sample must not be subject to washout on the way up.

The weight of many of these samplers and also the mass of the line neces-
sary in deep water require that a hand- or power-operated winch be available,

10.3.2.1 Core samplers

Gravity and piston corers are used to collect undisturbed samples of river,
lake, reservoir and pond deposits. Samplers of this type are essentially tubes which
are forced into the bed of the system. A few such samplers are illustrated in Figures
10.1 (SWQ, p. 44) and 10.2 (HSS, p. 163). Samples are retained inside the barrel of
the sampler by a partial vacuum formed above the sample and/or by a core retainer at
the lower end. In shallow waters, a simple tube can be pushed into the sediment by
hand and closed at the top or both ends by stoppers.

A number of other core-type samplers are meniioned in SRS, section
8.24.4.2 and SED, section 3.D.2.c, and compared in HSS, Table 5, p. 157 and SRB,
Table IV.2, pp. 98-99.

Where plastic can be used for the barrel of corers, it is advantageous to nse
transparent material such that the sample can be visually examined. When layers are
extruded and cut off for examination, the problem of contamination by the wall of the
corer can be avoided by taking samples from the centre of the core if the internal
diameter of the corer is sufficiently large (at least 5 cm).

Some gravity-fype corers have a plastic liner. The steel cutting head at the
base of the sampler holds the liner in place. The corer is allowed to accelerate to
achieve the desired penetration, A check valve at the top retains the sample as it is
raised to the surface. The cutting head is removed, exposing the plastic liner which is
capped and withdrawn. The liner can be cut off above the sample and again capped
and Iabelled for further handling (SED, section 3.D.2.c.1.a).

Most core samplers lack positive seals to bold a moist sample in place as
the sampler is withdrawn from the water. Also, collection of representative samples
at the water-sediment interface is difficult. Considerable effort has been devoted to
proposed solutions for these problems (CPQ, section 5.B.5.c).
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Figure 10.1 Examples of sediment corers (from Mawhinney and Bisuiti, 1981}
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Etgmork's Core Sampler

L_g Nose of Sampler

$1d= View-Vertical Core Sampler

Figure 10.2 Core samplers

10.3.2.2 Grab samplers

Grab samplers are more commonly used than core samplers for collecting
deposited sediments, as they are ofien much lighter and in some circumstances much
casier to use. If properly used, the grab sampler encloses a volume of the bed materi-
al and isolates the sample from water currents during its ascent to the surface to yield

a reasonably good undisturbed sample. Grab samplers are compared in Table 10.3
(HSS, Table 74, p. 156).
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TABLE 10.3 GComparison of bottom grabs

Device Advantages Disadvantages

Polar Salfe, easy to use, prevents escape of  Can become buried in soft sediments
material with end plates, reduces
shock wave, combines advantages of
others, preferred grab in most cases

Ekman Use in soft sediments and calm Not useful in rough water; not useful
waters, collects standard size sample if vaegetation on bottom
{quantitative), reduces shock wave

Tall Ekman Does not lose sediment over top; use  Not uselul in rough waters, others as
in soft sediments and calm water, for Ekman
standard sample size, reduces shock
wave

Peterson Quantitative samples in fine sediments, May lose sampled material, premature

Smith-Mcintyre

Hayward
Orange Peasl

Diver

good for hard bottoms and sturdy and
simple construction

=

Useful in bad weather, reduces
premature tripping, use in deptis Up
to 1500 m (3500 fi), flange on jaws
reduced material loss, screen reduces
shock waves, geod in all sediment

types

Easy to operate, commercially
available in various sizes, does not
rust easily, does not require
messenger, good bottom penetration,
takes undisturbed sample of top
sediment

Can determine most representative
sampling point and current velocity

tripping, not easy to close; does not
sample constant areas; limited
sampling capacity

Large, complicated and heavy,
hazardous, for samples to 7 cm depth
only, shock wave created

Difficult to determine sampling cover,
2 cabhles required, active washing
during sampling, jaws do not close
tightly, soft sediment fouls closing
mechanism

Requires costly equipment and
spedial training
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The Shipek grab-sampler consists of a steel shank, weight and a sampling
bucket (Figure 10.3). The stecl bucket is the inner part of a pair of concentric half
cylinders with closed ends, and is rotated at high torque by two helically wound
external springs. It is lowered through the water column in an inverted position {con-
vex upward) until it contacts the sediment surface. The internal weight mounted
above it continues to drop and friggers a release mechanism which frees the inverted
bucket. The bucket rotates 180° on its axis at high speed, cutting a continuous curve
through the sediment until it is stopped in a position concave npwards. In most cases
the rotational shear is far greater than the sediment shear strength, and consequently
the catting action is very clean (producing minimal disturbance) particularly in soft
clays, muds, silts and sands. The bucket is held in this closed position during the
refurn. to the surface, and is released by pulling outwards on its pivot pins and a
clean-cut undisturbed bottom sample is recovered. Difficulty has been experienced
in ensuring that the sampler goes down straight; but this.can be rectified by attaching
a plastic float at the upper end of the device (SRS, section 8.2.4.4.1).

Figure 10.3 Shipek grab sampler {from Mawhinney and Bisutti, 1981}

The Shipek sampler functions well as a result of the mechanism which per-
mits the bucket to close with its separation plane aligned in the horizontal rather than
in the vertical. Good samples can still be retrieved even when bucket closure is pre-
vented by pebbles or similar material, 2-5 cm across. With the bucket properly rotat-
ed, sample washout is complelely avoided and the body of the sampler protects the
bucket from washout on ascent. It is cumbersome and difficult to sterilize, but as the
quantity of material collected is rather large (400 cm? to a depth of 10 cm at the centre),
it is possible to obtain material which has had no appreciable contact with the equipment,
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The Mini-Shipek sampler works exactly as the standard Shipek described
above except that, as the name implies, it takes a considerably smaller sample. This
sampler is used basically from small boats by hand.

The Birge-Ekman dredge (Figure 10.4) is available in a number of models
and sizes {about 15x15 cm, 24x24 ¢m and 30x30 ¢cm) all basically similar in design.
The siandard model consists of a brass or stainless-steel box with a pair of free-mov-
ing hinged flaps. During descent, these flaps are forced open by the pressure of water
passing through the open box. On ascent, the flaps cover the upper surface of the box
and prevent disturbance of the material inside it. Pivot points on opposite sides of the
box serve as mounting points for a pair of spring-iensioned scoop-like jaws. The
jaws are held open by wires which lead up to an externally mounted trigger assembly.
This is normally triggered by a surface-release messenger weight. The jaws are
designed to overlap to prevent washout during retrieval. The commonest size, 15x15 cm,
weighs about 4.5 kg. With the jaws closed, the maximum depth of their cut is about
4.5 cm. The maximum sample surface area is approximately 230 cm? with a maxi-
mum sample capacity of about 3.9 litres. '

Figure 10.4 - Birge-Ekman dredge (from Mawhinney and Bisutti, 1981)

The Birge-Ekman dredge is suitable for soft clays, muds, silis and silty
sands. The sampler should be used during calm water conditions, typically in small
lakes or restricted areas. The lack of sample disturbance, square cross-section and
moderate penetration make this sampler suitable for detailed studies, e.g. biological
and geochemical, of the top 2-3 cm of bottom sediment. It is lightweight and casy
handling makes it well suited to small-boat operations.
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The sampler performs well except when used in very coarse or shelly sedi-
ment. Under these conditions, material may be trapped between the jaws, preventing
their closure, In this case washout may be severe. Due to the overlapping of the
jaws, a slight imperfection of closure can be tolerated.

Another problem can be sampling in deep water, The line has to be in on¢
continuous length without joints because the messenger has to be sent dewn the line,

Other dredges are described in WQS, section 3.5, inéluding the Surber sam-
pler (Figure 10.5). This is a lightweight representative of the category of dredge nets
used for collecting biological specimens.

Figure 10.5 Surber sampler

10.4 Sample handling and preservation

Many of the compounds are found in the sediments at very low levels,
Special care is therefore necessary to avoid contamination.

Samples for trace metal and organic analysis also require preservation.
Table 6.2 lists a number of parameters and methods of preservation. Collection bot-
tles shonid be precleaned by thorough washing, as outlined in section 3.5.2.

10.4.1  SUSPENDED SEDIMENT
As soon as possible after collection, the sample should be fittered. The fil-

trate can then be used for measuring the dissolved constitnents. Preservation proce-
dures, as outlined in section 6.2 and Table 6.2, should be followed.
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The analysis of a suspended-sediment sample is often limited on accouns of
the difficulty in obtaining sufficient material for the many subsamples required for
the different analyses. A composite of a large number of representative samples may
be necessary,

104.2 BOTTOM SEDIMENT

Samples of sediment for routine particle-size analysis can be transported
and stored without refrigeration.,

Bottom sediments and their interstitial water may come from a highly
reducing anoxic environment in which the concentration of dissolved substances is
much higher than in the water above, and even just above the sediment surface. A
number of components can be rapidly oxidized on exposure to air, such as ferrous
iron, precipitating as a result and carrying other components with them, If these
interstitial waters are to be studied, they should not be processed in the field or stored
but returned for handling in an inert atmosphere (SRB, section 1V.1.5).

With these provisos, the following general procedures are recommended
(GEM, Chap. V11, section 2.5.3):

{a) The overlying water should be carefully siphoned off until only
1 cm of water remains above the sediment-water interface; the
water should then be transferred to a bottle and filtered;

()] ‘The upper layer of the sediment ("fluid mud") should then be
siphoned off, filtered and kept as representative of the top layer of
the core;

{c) The core is carefully sealed at the bottom and at the top, then
brought to the laboratory in a vertical position, avoiding any tilting
if possible;

(d) If the slicing operation cannot be performed on the fresh sediment
shortly after sampling, freezing is recommended unless cellular
biological specimens are among the determinands.







CHAPTER 11

GROUNDWATER

Groundwater exists in the pores of sedimentary rocks, such as sandstone; in
sediments, such as alluvial sands and gravels and glacial till; and in the fissures of
fractured rocks. Its upper surface, the water table, is the level at which the water
pressure is equal to the atmospheric pressure. The water-soaked environment below
the water table is known as the saturated zone, and the region above the water table is
known as the unsaturated zone (vadose zone, zone of aeration) (WQS, section 10.1).
Permeable geological formations which store and transmit significant quantities of
water are known as aquifers. In a given region there may be several aquifers one
above the other separated by impermeabie layers of rock.

The quality of groundwater is subject to change and deterioration as a result
of the activities of man on the overlying cover of soil. Localized point sources of
pollution include cesspools and septic tanks, leaks in municipal sewers and waste
ponds, leaching from garbage dumps and sanitary landfills, runoff from animal feed-
lots, industrial waste discharges, cooling water returned to recharge wells, and leaks
from tank cars or pipelines. Larger geographical areas may snffer degradation of
groundwater quality because of irrigation-water retorns, the recharging into aquifers
of treated sewage or industrial effluents, and intrusion into fresh-water aquifers from
neighbouring highly saline or seawater aquifers.

Soils and rocks have the capacity to remove many contaminants from water
percolating through them, by exchange of aqueous ions with minerals, by adsorption
onto soil particles and by chemical and microbiological action (WQS, section 10.4).
The self-purification ability of groundwater has caused it to be long regarded as the
best waler resource for any type of use. This capacily is not, however, unlimited, and
increasing large-scale abstraction of groundwater has caused a number of serious pol-
lution episodes and gradnal degeneration of groundwater quality over large ground-
water bodies. These groundwater pellution problems can be properly studied and
monitored only on the basis of sound knowledge of the aquifer water in question,
Groundwater monitoring is discussed in detail in GWM and GRW.

Although, as in the case of surface waters, water quantity is very important
when discussing groundwater quality, this section refers only to procedures involved
in groundwater-quality monitoring. Many hydrogeological questions of interest may
also be answered by studies of the sampling arcas (scc GRW). However, they are
beyond the scope of this manual, although they help to deline the environment of
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aquifers and provide information nseful in planning an overall monitoring system,
For example, seismic refraction data can be used to locaie the water table boundary
between saturated and ansatorated zones (GRW, section 2.D.1.b.4.b).

1i.1 Site selection and sampling fréquénéy-

Section 2.2.4 describes some of the.considerations in selecting sampling
sites for groundwater monitoring. An existing well is a low-cost choice although
they are not always at the best location or made of non-contaminating materials. A
well that is still in use and pumped. oceasionally is preferable to one which has been
abandoned. Abandoned or unused wells are often in poor condition with damaged or
leaky casings and corroded pumping equipment; it is often difficult to measure their
waler levels and they may he safety hazards,

The information described in section 5.1 is needed to identify each site,
together with the following (GRW, Table 2.2, section 2.A.1):

(a) Aquifer tapped;

(b) Well depth, size and type of casing or finish; location and type of
perforations in the casing;

{c) Elevation of land surface and the survey measuring point;

G A diagram and photograph of the well showing access to it and the
measuring point;

(c) The local name of the well and its owner's name;
() Use of the well.

Changes in groundwater can be very slow and are often adequately
described by monthly, seasonal or even annual sampling schedules (GRW, section
2.G.1l.a).

1.2 Sampling procedures

‘Water samples can be collected from the flow of flowing wells and most
convenienily from the flow of pumping wells. Portable pumps are available for
pumping down and then sampling non-pumping wells. In open wells, and particuiar-
Iy when it is desired to sample from specific depths, samples can also be taken by
grab samplers of the type described in section 3.3.1, except that they often need to be
of small external diameter to fit in casings which may often be only 5 cm in diameter.
In some cases, selected zones in a well can be temporarily isolated for pumping with
mechanical or inflatable packers.
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Samples and water levels from perched layers - saturated regions sitting on
less permeable layers in the unsaturated zone - can be obtained by the use of
piezometers, tubes with a porous region near the bottom which can be pushed or driv-
en into the soil to the desired depth. Other samples from the unsaturated zone can be
obtained by embedding a porous ceramic cup in good contact with the soil, or with a
bed-of fine sand to ensure good contact, with a vacuum tube leading to the bottom.
Soil water is drawn into the cup by the suction and raised into a sample bottle in the
vacuum line. If the installation is below the level from which suction can lift the
sample, the material can be sucked from the porous chamber through a checkvalve
into & sccond chamber, from which it can then be forced 1o the surface by nitrogen
pressure.

11.3 Field measurements

The basic measurements for surface water (Chapter 4) are also basic in
groundwater-quality monitoring, with the exception of turbidity which should not be
a problem.

Detailed sampling procedures as well as a description of the instrumenta-
tion used in the sampling of groundwater are given in UTS (Chap. 6), GRW and
GWM. Some of the problems of ground water sampling are discussed in GSG.

There are two additional basic field measurements: watcer level and the
redox potential. Air can penetrate the unsaturated zone, but the combination of
chemical and biochemical action in the soil can lead to anoxic reducing conditions.
The relative oxidizing and reducing power of the water is measured by the redox or
oxidation-reduction potential (GRW, section 2.G.2.¢).

11.3.1  'WATER LEVEL

In non-flowing wells, the water level should be measured with stecl mea-
suring tapes before the well has been pumped to obtain the static level. The tape is
weighted at the bottom with a lead weight attached sufficiently loosely that it can be
sacrificed if the weight becomes lodged in the well. The lower end of the tape is
rubbed over a blue carpenter's chalk to provide a surface which will show the wetting
level. Tapes are very accurate but arc difficult to use if water is dripping down the
wall and may constitule a hazard il the well has an automatic pump, since it is not
easy to tell when the tape has reached the water surface,

Two other methods free from these handicaps are also used. An electrical
method consists of two-conductor electric tapes with conductivity probes at the bot-
tom {again loosely attached, since the probe is larger than the tape and prone to
become lodged) which detect the watcr level on contact. The other method uses air
lines lowered well below the surface and bubbled to determine the pressure nceded to
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purge the line of water (GRW, section 2.A.6.a). The pressare can then be converted
into- depth of water and the depth subtracied from the length of the air line to locate
the water level. Recording devices can also be used to monitor changes in waler
levels: floats or electromechanical water-seeking probes and submerged mechanical
or electrical pressure gauges,

If the well penetrates more than one aquiler and the casing is perforated to
allow contact with each aquifer, the measured water level is a composite affected by
the heads and hydraulic propertics of all the aquifers (GRW, section 2.A.7).

Flowing wells - springs or artesians - belong to aquifers whose water table
is above the ground surface. For these wells, a sanitary seal (a small pipe threaded at
the top and fitted with an expandable rubber packer at the bottom) can be fitted 1o the
pipe at the top of the well. If the watcr table is not too high above ground level, a
hose or plastic pipe can be attached to determine the height of rise of the water.
Otherwise, a pressure gauge can be fitted, preceded by a pressure snubber to reduce
water hammers when the flow is cut off,

The times from prior pumping of a non-flowing well or closing off of a
flowing well to the time of a reasonably stcady level or pressure measurement should
be recorded and duplicated on succeeding visits to the site, since it may be impracti-
cable to wait until a slow-filling well returns 1o compleie equilibrium.

11.3.2 REepox POTENTIAL, Eh

The redox potential, Eh, is measured by determining the potential between
a noble metal electrode and a reference electrode in the sample. This value is com-
pared (o the value obtained with the same electrodes using a stable solution of known
Eh value which has been determined relative 1o a standard hydrogen elecizode
(hydrogen gas at one atmosphere pressure and 25°C in contact with platinam metal).
The final result is reported in millivolts and is temperature dependent. In natural sys-
tems the measurement has many interferences. It has been used to explain the con-
centration of some elements that have more than one oxidation state under natural
conditions, e.g. iron (GRW, 2.G.2.¢).

The procedure is described in detail in GRW, section 2.G.2.¢.2.b and the
apparatus is shown in Figure 11.1 {(GRW, Fig. 2-40, p. 105). The combination elec-
trode is equilibrated at sample temperature with the working redox standard fluid
{value A in millivolts), then with the sample (value B). Several reference electrodes
may be used in the combination electrode, such as the common calomel and silver-
silver chloride electrodes. In GRW the recommended redox standard fluid is a potas-
sium ferrocyanide-potassium ferricyanide mixture named after the investigator,
ZoBell, who described its use in 1946, The measurement of the combination elec-
trode in the ZoBell solution is used to check the electrodes against the expected
value, read from Figure 11.2, before proceeding further (GRW, Fig. 2-39). The
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temperature-corrected value for the ZoBell solution against the standard hydrogen
electrode is determined {value C) from a graph, Figure 11.3 (GRW, Fig. 2-41). The
Eh value is then calculated as:

Eh =B-A+C
11.3.3 ZoBELL SOLUTION

ZoBell redox reference solution is prepared by dissolving 1.4080 g of
potassium ferrocyanide, 1.0975 g of potassium ferricyanide, and 7.455 g of potassi-
um. chloride in distilled water to make 1.000 litre of solution. This solution is stable
for several months in an opaque bottle out of sunlight. It is poisonous and should be
handled with care (GRW, section 2.g.2.¢.2.a).
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CHAPTER 12

SHIPPING OF SAMPLES

Once collected, water samples must be transported to the laboratory. The
mode of transport will depend upon the geographic location and on the maximum
permissible time lapse before analysis for each parameter. The field investigator is
responsible for delivering the samples to the air, bus, train or postal terminal or
express courier office on schedule so that there will be minimal delay in sample
transport. Logistics for sample shipping and storage should be determined before
fieldwork is initiated.

12.1 Preparation for shipping

During packing, the samples from one location must not be separated into
different shipping boxes or coolers unless all bottles of one size must be shipped
together because of container size.

If samples from one station must be divided and placed in two cartons, a
copy of the field-sampling sheet pertaining to the bottles must be enclosed in each
box. (See section 5.3 for a description of field-sampling sheets.) This could require
two or more field sheets (carbon paper or a similar system is useful). In addition, a
clear identifier label must be attached to each sample (see sections 12.2 and 12.3 for
details on labels). Before shipping, always check that all sample bottles recorded on
the ficld-sampling sheets have been placed in the carton. Indicate the shipping date
and mode of trangport on the ficld-sampling sheet,

Preparation for shipping should follow these steps:

(a) Fold the field-sampling sheets and place them in plastic bags. The
bags will protect the field sheets should spillage occur during
transpoit;

(b) Pack samples well to prevent breakage, affix identification, desti-
nation and FRAGILE labels to each carton or cooler. (Section 12.2
contains a description of shipping labels). Mark the tops of cartons
or coolers as THIS END UP in red ink or secure sticker. Also,
number the boxes or coolers in a shipment, e.g. 10f 4,2 of 4,3 of 4
and 4 of 4. This informs the receiver of the number of pieces to
expect;
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{c) Keep a list of samples packed in each carton or cooler.
The investigator should also retain a copy of the field-sampling sheets.

12.2 Shipping labels

Labels which clearly identify the source and destination of the sample bot-

tles increasc the efficiency of sample shipping. An example of a shipping label is
provided here.

All shipping labels should include a clearly written, precise destination

address, including postal code, if any. Any delay in shipping on account of incom-
plete addressing must be avoided. If a parficular person is in charge of the analytical
side of the project, the label should be marked to his or her attention, Also included
on the shipping label is the sender’s name and address and the date of shipping.

FROM: John Doc
351 St. Joseph Blvd
Hull, Q. KIA 0E7

SHIP TO: P.O. Box 5050
867 Lakeshore Dr.
Burlington, Ontarie
L7R 4A6
DATE:
FEB. 12/81
ATTN: Jim Smith

Shipping labels on all boxes must be clearly legible. Preprinted or pretyped

self-sticking iabels arc recommended.

12.3

Labels or tags on individual bottles

Each bottle should be clearly marked. As a minimum, each label shonld state:
(a) The station code number; a narrative description is optional;

(1)) Sampling date and time;

() Parameters that are to be analysed from that specific bottle;
prearranged codes can be used to indicate certain groups of parameters;
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(d) Whether or not the sample is preserved and with what; coloured
labels can be used (o indicate the preservation method; and

(e} Collector's identity (initials).

- A number of methods may be used to label individual bottles. Labels may
be applied directly to each bottle with a water-inscluble marker or they may be writ-
ten on masking tape, which is then attached to the sample bottle. Information may
also be written on commercially available tags and then attached to the bottle with
elastic bands, string or tape. Elastic bands should not be used on sample bottles for
metals or metal blanks.

12.4 Chain of custody

On occasion, samples may form part of a case for regulatory action. In
such cases, the local rules of evidence will dictate how the samples should be han-
dled. This section is intended to alert collectors to the possibility of special handling.
The advice of local compclent legal authorities must determine the actual course of
action in each jurisdiction.

In many countries, the possibility that analytical evidence may be intro-
duced in a court of law will require the maintenance of a chain of custody from the
collector to the analyst (HSS, section 3.3). The number of people in the chain should
be kept to a minimum. As each transfer takes place, the transferee must sign the tag
and record the date and time of the transfer.

A sample is in custody if it is:

(a) In a person’s actual physical possession; or

()] In view, after being in physical possession; or

{c) In physical possession and locked up so that no one can tamper

with it.

In addition to the information on an ordinary sample-identification label, a
chain of custody tag should be dated, timed, signed and witnessed. In many jurisdic-
tions the tag should be sealed {e.g. with a gummed seal) so that the tag cannot be
removed and the container cannot be opened without breaking the seal. An example
of a chain of castody tag is shown in Figure 12.1 (HSS, Fig. 3.1, p. 44).

Careful records of the field measurements should be kept in a bound note-
book or log.
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CHAPTER 13

FIELD SAFETY

Samples are collected during a wide range of conditions and personnel may
encounter a variety of safety and health risks. Hazards are both natural, such as those
of terrain and weather, and man-made, such as traffic, electrical and chemical risks.
In some situations, additional ratural hazards have to be considered such as poi-
sonous plants and dangerous animals. Some rivers contain sufficient quantities of
sewage or industrial effluents to be bacteriologically, virologically or chemically haz-
ardous,

Knowledge of the hazards that may be encountered and the means by
which they can be minimized is a necessary consideration in any field project. Field
personnel must receive the necessary training to become knowledgeable of the haz-
ards they might encounter in the field, in recognizing potentially hazardous situations
and in the measures which should be taken to minimize hazards to ensure their health
and safety. For example, ficld staff must be familiar with water safety, including
water survival and field first aid. Whenever available, field personnel should receive
training retated to other safe ficld practices, e.g. wilderness survival and basic meth-
ods for repairing machinery used for transportation. Refresher courses should be
taken as required.

To this end all field offices should maintain a current list of relevant safety
courscs available from various government or private agencies, as well as a record of
courses taken by their personnel, Periodic refresher courses are strongly recommend-
ed. In addition, all field personnel should be familiar with the information services
available on weather, road, water and flood conditions. A current list of agencies
providing this information, with addresses and telephone numbers, should be posted
in an easily identifiable place within the office, Survival and first-aid kits are recom-
mended for all field parties and they are a must for personnel working in isolated
areas or in regions subject to rapid weather changes.

Periodic safety seminars in which particular safety topics are discussed
with specialists or new safety procedures are introduced are alse recommended.

The field-safety procedures recommended in this section are based chiefly
on those prepared for Canadian personnel.



166 CHAPTER 13

All employees should adhere 10 the waltcr-safely procedures promulgated
by their governments for the protection of their personnel.  As an example, the
Handbook of Occupational Health and Safety, published by the Canadian Federal
Treasury Board, Ottawa, 1978, states the fellowing under "Drowning Hazards":

"No employce shall work or be permitted to work over water or at
any other work location where there is a risk of drowning unless

1)) the employee is wearing an approved life jacket or other
buoyancy device of a type described in paragraph 43; or

{2) the employee is prevented from falling into the water by a
safety net or platform or a safety restraining device; and

(3) the employee is accompanied by at least one other person.”

In certain sitnations, although over water, one employee should be able 1o
carry out the field work safely. For example, when the work is performed from the
deck of a bridge and the safety of the employee is protected by an adequate guard
rail, there would be no aciual risk ef falling and drowning. If, on the other hand, the
guard rail did not provide adequate protection, i.e. was poorly designed or main-
tained, or for any rcason the employee was required to work on, over or above the
guard railing, a risk of drowning could exist and the requirements of the above para-
graph would apply.

Field staff should be provided with available information cencerning char-
acteristics of water bodies under study. All ficld activites must be assessed o deter-
mine if abnormal weather er water conditions have altered the situations for which
safety measures have been designed. Sampling should never be carried out in weath-
er which is considered by the party leader or a party member to be hazardous to the
safety and health of the ficld stafl or likely to damage equipment.

In all situations field parties should leave accurate sampling schedules and
cxpected itinerarics in the field office. (In some jurisdictions, such as Canada, this is
a requirement, not advice: "Where an employce may be working alone, or a field
party is working in an isolated area, an appropriate official or authority in the area
should be advised of the geographical location of the isolated field operation, its esti-
mated duration, the normal and emergency methods of communication, and the
names or numbers of personnel involved”). Employees should not leave their vehicle
for distant treks without the first-aid kit supplied to each field party.
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13.2 Safety precautions when sampling from bridges

Traffic may present serious problems when working from bridges.
Sometimes bridges have sidewalks, footpaths or catwalks suspended at the side of the
bridge for pedestrian traffic, but more often than not the sampler must walk and work
in traffic lanes. When interference with the traffic cannot be avoided, suitable
arrangements to divert the traffic or to place warning signs must be made in advance
with police or other local anthorities. For example, warning lights and "men work-
ing" signs should be erected. In addition, personnel are well advised to wear fluores-
cent clothing and, if sampling s being carried out in darkness or poor visibility, they
should carry lights or torches (SRS, section 5).

The field technicians must take special care when sampling from bridges
over navigable water as boat operators and water skicrs may not be able to see appa-
ratus suspension lines. Samples should be collected when there is no water traffic.
Otherwise, special precaations such ag the attachment of flags should be taken to
make suspension lines visible, When working from railway bridges, a knowledge of
train schedules is essential and at no time should the collector use equipment that
cannot be removed quickly.

Power lines strung close to bridges can be dangerous. If samples are going
to be repeatedly collected from a bridge near a power line, a warning sign indicating
the presence of the power line should be installed. A hazard warning should also be
noted on the site-location form.

i3.3 Safety precautions while wading

Wading is one of the easiest methods to collect samples from many
streams; it may also be extremely dangerous and should not be undertaken alone.
Insecure river banks, fast-flowing water, waves, eddies, slippery algae and moss-
covered rocks must be considered potential hazards as they may lead to serious
injuries.

Wading permits the investigator to examine the stream flow and decide
where to sample. Rubber boots or chest-high waders should be worn when wading.
Water depth during wading operations should be checked with a pole before steps are
taken. A wading rod or similar probing instrument is also useful to estimate the
current and to locate holes, soft mud, quicksand and other unsafe footing. If the
wader has any uncertainty about his ability to wade a stream, he or she should use an
approved safety line attached to a rigid mooring and should wear an approved flota-
tion device. An exira change of clothing is always advisable and is essential during
the colder months. When wading equipment is worn, the support straps must be outside
the clothing. If a hazardous situation exists or develops wading should be abandoned.
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If a wader steps into quicksand, panic must be avoided. In shallow water,
the best method for extrication is to fall flat on the surface and crawl to firmer
ground. In deeper water the wader's effective weight can be reduced by swimming
motions (SRS, p. 7).

134 Safety precautions when sampling from boats

Only boats and equipment suitable for the water system being sampled are
to be used. In isolated locations, on large water bodies and where there are down-
strcam dangers such as rapids or waterfalls, it is an absolute necessity to use the cor-
rect type of boat in proper operating condition. It is also necessary to have auxiliary
power which may be relicd on in case of an emergency. Before setting out onto the
water, the operating condition of the boat must be checked and any irregularities cor-
recied. Boats must not be overloaded with sampling equipment. The amount and
size of equipment in a boat must comply with local small-vessel regulations.

To ensure smooth operation and to conserve time in the field, it is important
to establish boat-launching sites at marinas, public piers and the like in advance of
the actual sampling programme.

At least two people should be present on the boat, wearing approved flota-
tion devices, e.g. life jackets, and operating in accordance with approved water-safety
rules and regulations. When only cone water-quality person is available, the assis-
tance of another person gualified to undertake the tasks required should be obtained.
Care must be exercised when choosing field assistants.

Any craft used must have good stability. Busy navigation lanes should be
avoided - a small boat in the middle of a narrow dredged shipping lane will be neither
safe nor popular. Regard o both the rormal rules of navigation and common cour-
tesy should be exercised. The operation of the boat must conform with the regula-
tions of the coast guard or other competent authority. In addition, local or regional
police boating regulations must be checked and followed at all times.

Boats, as with cars and trucks, must have regular maintenance and service
checkups prior to a sampling trip. Gasoline, spare parts (particularly shear pins and
spark plugs} and a tool box should be checked and included on each field trip. A
spare motor is also recommended when sampling in remole arcas, over large bodies
of water or fast-flowing rivers. Sampling activities are carried out year round and as
a result the field operator should be properly clothed at all times. Cold-weather
clothing is described in section 13.7. Hats, mitts, gloves, socks, underwear, boots,
rubber boots, waterproof clothing and replacements for the above should be carefully
included in the clothing inventory, Wet clothing can lead to hypothermia. Clothing
to guard against sunburn and sunstroke should be included when applicabie.
Sufficient emergency rations should be brought, especially when sampling in remote
areas.
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The weather forecast should always be checked before departing on a sam-
pling trip. Sampling should be curtailed when weather or water conditions make it
unsafe to continue.

Boat operations on flooded streams are particularly hazardous. During
these periods the boat operator must cope with the fast current and also be on the alert
for shallows and floating and submerged debris.

13.5 Safety precautions when handling chemicals

Acids and bases used for the preservation of water samples should be
stored and handled with care. All chemicals must be securely stored during transport
to prevent spitlage. Care should be taken fo prevent hoitle and other glassware break-
age during sampling; for example, overtightening of tops, rough handling of pipettes
and improper packaging and storage of glass sampling bottles may result in breakage
and injury during transport. Spills should be cleaned up immediately by dilution with
large quantities of water, neutralization, or mopping up of the chemical followed by
disposal of the contaminated material. Tt is recommended that gloves and an apron
be carried in the ficld and used during such cleanup operations.

Inhalation of vapours or direct contact with skin, eyes and clothing must be
avoided. Acids and bases should never be pipetted orally. Skin which has been in
contact with an acid or a base should be washed immediately with plenty of water.
The contaminated area may be swabbed with a neutralizing solution, followed by a
washing with soap.

If any chemicals enter the eyes, they and the surrounding areas should
immediately be rinsed with plenty of water for several minates. Tt may be necessary
10 hold the eyelids open during this procedure. After first aid, all eye injuries must be
treated professionally. Sufficient quantities of water should be carried to be used to
tinse eyes that have been contaminated with chemicals, During winter months provi-
sion must be made to ensure that the water docs not freeze.

WARNING

- Certain preservatives, such as mercury(If) chloride, acids and chlo-
roform require extra cauntion. Operators shall be wamed of the
dangers involved in handling them, and the ways of protecting
themselves from them (GPH, section 3.2.5).

- The use of mercury(IT) chloride {mercuric chloride, corrosive sub-
limate, HgCI2?) is to be avoided, unless absolutely necessary.
When it has been used, the mercury from any residues must be
recovered (e.g. HSS, section 10.2.2.2).
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136 Eguipment

The use of electrical equipment( in or near waler can present elecirocution
hazards. Work procedures should minimize these hazards. Special care must be
taken when electrofishing (SRS, section 5 and GDS, section 7.11). Equipment
should never be directly wired to a power line; switches or plugs should always be
availablc for disconnecting the equipment safely and quickly from its power supply
(SPN, section 10.2).

If self-contained underwater breathing apparatus (scuba gear) or other div-
ing equipment is used, it should always he checked to ensure reliability.

Sites where equipment is to be installed that are susceptible to flooding,
vandalism or curious children should be avoided if possible. If this cannot be done,
appropriate precautions such as fences and shelters should be provided.

13.7 Special precautions for cold climates

Proper garments to protect against hypothermia caused by exposure to cold
temperatures and/or wet clothing must be taken.

Winter sampling requires suitable clothing to maintain a comfortable work-
ing temperature and to prevent frostbite and hypothermia. Parkas, warm hats,
woollen undergarments, extra socks, mitts, proper footwear, and in some cases glass-
es to prevent snow blindness, should be taken, Before leaving the base, the field
investigator should also check the wind-chill factor {an equivalent temperature calcu-
lated from a combination of still air temperature and the wind velocity).

Floating ice is very dangerous; even when there is no danger to a boat,
changes in wind, carrent or tide may shift the position of ice flows and cut the boat
off from shore.

WORKING ON ICE-COVERED LAKES AND RIVERS

Whenever work is carried out on ice, two persons should work together
employing approved safety lines and other equipment, e.g. ice spikes and similar
cquipment related to safe working practices on ice. Winter-safety flotation devices
should be wom. Field personnel should follow the guidelines respecting safe opera-
tions on ice, e.g. "Information and Guidelines Respecting Safe Operations over Ice"
(Canadian Federal Public Service Commission, December 1976).

Considerable risk may be involved in collecting samples through ice if nec-
¢ssary precautions are not met. Employers, along with employees, must ensure that
the hazards associated with any task are reduced to a minimum or eliminated. If,
after the safety precautions are taken, there is still "considerable risk” associated with
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a given sampling procedure, an alternative sampling method should be sought. For
example, a hole of sufficient diameter to collect a sample from a bridge may be bro-
ken in thin ice by dropping a weight attached to a handline, although in this case par-
ticular care must be taken because the samples may become contaminated with road
de-icing agents.

The ice in a stream is likely to be of variable thickness, and the strength of
the ice cannot be estimated from the apparent thickness near the edges. In advancing
across an ice-covered stream, it is advisable to test the ice with an ice chisel every
few steps. It may also be hazardous to collect samples downstream from bridge sup-
ports, as the ice may be thin as a result of modified flow patterns and de-icing agents
from the road surface. Field staff should be cautious when approaching ice areas
covered with snow, A few centimetres of new snow can conceal thin ice, Areas with
rapids should be approached with extra caution because ice is usually much thinner
due to the water movement. Working from ice during breakups is particularly haz-
ardous. Vehicles should never be driven over ice-covered bodies of water, except
where winter ice roads exist and then with caution.

Ficld personnel must be able to recognize ice conditions and to proceed
accordingly. The employees should be retrainced if their knowledge of the subject is
limited or outdated.

13.8 Survival kit and rations

The components of a typical survival kit are listed below. It should be
noted that-other articles may be beneficial and should be included as required.

Survival kit Survival rations
Thermal blanket, Wool socks Compressed food packets
18mx23m Wool gloves (1200 calories each)
Slecping bag Balaclava Dry soup mix
Tent Knife, fork, spoon Coffee
First-aid kit Metal mug Tea
Single-bumer Tissues Powdered milk
folding stove Plastic garbage bags Sugar
Salid cooking fuel Gas-line antifreeze
Flashlight Fishing line and hooks
Flares Mattock
Small signal mirror Insect repellent
Candles, 15 hours, Water-disinfection tablets
with holder Mosquito-protection net
Windproof and Coin for pay telephone
waterproof matches







CHAPTER 14

TRAINING

The establishment of a water-guality monitoring programme requircs that
several elements be available. These elements are summarized in Table 14.1, Most
of them have already been discussed in the previous chapters.

One element which appears several times in Table 14.1 is that of trained
staff, This is absolutely essential for & programme {0 be successful, The literature on
training in the wafer-resources field is very scarce and in the water-quality ficld is
non-gxistent. The reference section at the end of this chapter lists several tities relat-
ed to training in the water-resources field.

This chapter describes only the very first steps an organization should take
towards training its staff in water-quality monitoring. It does not deal with the details
on how such a training programme can be set up.

14.1 Basic knowledge

The study of water quality involves the integration of a number of basic
disciplines such as chemistry, physics, biology, limnology and mathematics, especial-
ly statistics; various aspects of engineering, e.g. chemical and hydraulic; geography
and economics. Professionals working in the water-quality field can have their basic
education in any of these disciplines. Experience has shown that, in the area of
water-quality monitoring, a degree in chemistry, biology, limnology or chemical engi-
neering, focused on environmental aspects and combined with knowledge of statis-
tics, provides a very good basis.

14,2 Specialized training

Personnel having the basic knowledge can be trained in the specialized
field of water-quality monitoring, The training can take place externally or in-house.
Figure 14.1 shows a possible sequence of steps to be followed in deciding on the type
of training o be provided and in establishing an in-house training programme,

14.2.1 EXTERNAL TRAINING

From time to time, certain universitics and organizations offer courses in
water-quality monitoring. For example, Colorado State University, Fort Collins,
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Colorado, UJSA, offers each summer a onc-week course on the design of water-quali-
ty monitoring networks, A course outling is shown in Table 14.2. Similarly, the Pan
American Health Organization has offered a one-week course entitled "Basic con-
cepis in the ficld of surface-water quality”. The outline of this course is shown in
Table 14.3,

In a one-week course only the basic elements of each topic can be intro-
duced. Such an introductory course is appropriate for familiarizing the audience with
the variouns topics and giving some idea of their complexity. For people wishing to
implement a water-quality monitoring programme or already operating one, an in-
depth training presentation of ¢ach topic is required. This in-depth fraining will not
only expand the presentations in the short course but will also add new topics and
"hands-on" sessions, i.e. periods in which the trainecs will be required to solve prob-
lems based on real sifuations as well as sessions in the field and in the laboratory.

14.2.2  IN-HOUSE TRAINING

This type of training affords the greatest flexibility in both content and
training methods. The training can be fitted to the exact requirements of the monitor-
ing programme and to the available resources. Also, on the positive side, a larger
number of persons can attend an in-house training programme while it would be very
expensive to send s0 many away for training, especially when the external training is
given in a different city or country.

To set up an in-house training programme requires a significant amount of
preparatory work as well as availability of resources such as instructors, training
materials, training aids, appropriatcly equipped classrooms and access to field and
laboratory facilities. It is advantageous both from the technical and financial pomts
of view 1o carry out the training in several different stages.

Advantages and disadvantages should be considered in deciding on whether
the training will be done in-house or externally, including the relative costs of imple-
menting and running the programmes. To aid in the decision, a cost-benefit or equiv-
alent analysis is suggested in Figure 14.1. Any such analysis should look at both the
easily quantifiable faclors, e.g. the costs of facilities and supplies and the number of
people to be trained, and the less tangible ones, e.g. training expertise available in the
organization and having the training staff interact with the operational staff on an
almost daily basis. The analysis should be done both for the short term (one month to
ong year) and the medium term (one to five years).

14.2.3  COMBINED TRAINING
This alternative combings external with in-house training. For example,

external training is recommended when available curricula fit some of the identified
training needs and when the analysis of costs and benefits shows that this type of
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training is advantageous. Then the training which cannot be obtained externally will
be provided in-house.

The two types of training might be combined by using an external course (o
train personnel who then provide in-house training.

The best way of ensuring that a trainee can perform a task satisfactorily and
reliably is for one expert to show one person how to perform. This is, of course, very
demanding of expert time and often impracticable. Where facilitics exist, a very effi-
cient way of using an expert trainer may be to videotape his sampling and analytical
techniques, for example, and to allow the trainees to view the tapes at leisure.

14.3 References
Unesco, 1972; Teaching aids in hydrology. Technical Papers in Hydrology No. 11.

Unesco, 1983a; Curricula and syllabi in hydrology, 2nd edition. Edited by Satish
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Herrera, 1. and R.A. Yates Smith, 1983: Teaching the application of computers in
waler resources studies, Technical Documents in Hydrology, Unesco.

WHO, 1984: Human Resources Development Handbook. Guidelines for Ministries
and agencies responsible for water supply and sanitation. Edited by Neil Carefoot
and Howard Gibson. Division of Environmental Health, World Health Organization,
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Austin, J., 1982: Training of trainers. /n: Educacion medica y salud, vol. 16, No. 3.
Pan American Health Organization, Washington, D.C,

Gonima, A,, 1982: Adiestramiento como funcidn institucional. In: Educacion
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TABLE 14.1 Main elements needed to establish a water-quality programme

* CLEAR OBJECTIVES TIED TO IDENTIFIABLE GOVERNMENT
- PROGRAMMES

* ADEQUATE CRGANIZATICNAL STRUCTURE

* SAMPLE COLLECTION CAPABILITY

Methodology
Trained staff
Equipment

Chemicals

* ANALYTICAL (FIELD AND LABORATORY) CAPABILITY

Methodology
Trained staff
Physical facllities
Equipment

Chemicals

* DATA HANDLING, ANALYSIS AND REPCRTING CAPABILITY

Methodology
Trained staff
Physical facilities

Equipment

(These elements are all interrelated)
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TABLE 14.2 Qutline for a one-week course on the design of waier-quality
monitoring networks given by the Research Institute of Colorado
in co-operation with Colorado State University

Intreduction

Water quality variables as stochastic processes
Systems approach to water-quality monitoring
Basic concepls of probability and stochastic processes
Problem session - calculations.in probability

Day 1

* 4 % % ¥

Day2 * Detection of changes in water quality
*  Problem session - caleulations for analysing
water quality changes '
*  Managing a water-quality monitoring programme
*  Location of sampling stations
*  Design considerations of a groundwater-monitoring pregramme

Day3 * Subsurface sampling
*  Resource Conservation and Reoovery Act (RCRA)
monitoring implications
Representative sampling
*  Problem session

Factors in selection of variables to be monitored

Sampling frequency - single station

Problem session - calculating sampling frequencies

Sampling frequency - multipie variables and stations {network)
Practical considerations in determining samp!lng frequencies
Water-quality issues on the horizon

Day 4

I

Day5 * Sampling frequency taking into account correlation
*  Practical implications of monitoring network design
*  Course summary folllowed by a discussion of water-quality
monitoring
*  Problems
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TABLE 14.3 Basic concepts in the field of surface-water qualiy. Qutline

of a course given by the Pan American Health Organization

Day 1

Day 2

Day 3

Day 4

Day 5

* % x W

* = K » % ®

Environment, hydrology and hydraulic devefopments

Interactions between air, water, sediments, and aquatic
and terrestrial organisms

Basic concepts in hydrology

Water-quality parameters

Water-quality guidelines: uses of water; scientific, technical
and economic considerations; and palitical and administrative
principles

Fate of contaminants in the aguatic environment

Poliution sources and loadings

Water-quality legislation and institutional structures

Regulations regarding point source discharges

Control of water quality: technology, planning and economic
aspects

Mathematical models for surface waters
River models
Lakes and estuaries models

Design of water-quality data-collection programmes

Sampling for water quality

Analysis of water

Water-quality data interpretation

Environmental impact studies

Socio-economic evaluation of environmental impact
of water pollution

Implementing a water-quality monitoring programme:
prerequisites, objectives, organizational structure,
planning, operational aspects, control and evaluation
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GLOSSARY

Absorption - the incorporation of a substance into the body of another.

Accuracy - the difference between the measured and the accepted or "true” value of
the variable determined. It indicates the correciness of the measurement.

Acid extractable metal - the concentration of a metal in solution after treatment of an
unfiltered sample with dilute cold or hot mineral acid.

Acidity - the quantitative capacity of aqueous media to react with hydroxyl ions. It
indicates the presence of hydrogen ions originating from mineral and organic acids.

Acid mine drainage - low pH drainage water from certain mines, usually caused by
the oxidation of sulphides to sulphuric acid. Mine drainage can also contain high
concentrations of metal ions.

Adsorption - the surface retention of solid, iquid or gas molecules, atoms or ions by a
solid or liquid.

Algal mat - a moribund surface algal population,

Algicide - a chemical used o kill algae. Algicides are often applied to water to con-
trol nuisance algal blooms.

Aliguot - a representative sample of a larger quantity.

Alkalinity - the capacity of an aqueous medium to neuiralize an acid. It indicates the
presence of carbonales, bicarbonates and hydroxides and, Iess significantly, borates,
silicates, phosphates and some organic substances. It is expressed in milligrams of
CaCO, per litre.

Ambient temperature - the temperature of the surrounding medium, such as the air
over a [ake or river.

Analytical grade - characteristic of a chemical indicating a level of purity high
enough to permit its use in chemical analysis.
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Anoxic - indicates oxygen deficiency.
Agquatic life - those organisms found living or growing in, on or near water.

Agquifer - permeable geological formation of water-bearing rock, sand, soil or gravel
which can supply water in uscable quantities, for example to wells or springs,

Bedload - material (siif, sand, gravel) moving on or immediately above the stream
bed by rolling, sliding, and sometimes making brief excursions into the flow a few
diameters above the bed.

Bedload discharge - the quantity of bedload passing a transect in a unit of time.
Bedload sampler - a device for sampling the bedload.

Bed material - the sediment mixture of which the bed of the water body is composed.

Bed-material sampler - a device for sampling bed material.

Benthos - the aquatic organisms, stalionary or mobile, that live at the bottom of bod-
ies of water and depend on them for their survival.

Biochemical oxygen demand (BOD) - a measure of the quantity of oxygen used in the
biochemical oxidation of carbonaceous and mitrogenous compounds in a specified
lime, at a specified temperature and under specified conditions. The standard mea-
surement is made for five days at 20°C. BOD is an indicator of the presence of
organic material in the water. Tt is normal to find a BOD of 2-3 mg/l in river waters
receiving natural drainage.

RBiodegradability - the characteristic of a substance that can be broken down by
MiCTOOIganisms.

Biodegradation - the biochemical process of the breakdown of complex organic
molecules into simple molecules.

Biomass - the weight, wet or dry, of living matter in a defined area.

Biota - living organisms, including animals, plants and bacteria in a given ecosystem.
Birge-Ekman dredge - a sampler designed for the collection of the top 2-3 cm of the
boltom sediment of a lake or river. This apparatus is suitable for soft clays, muds,

silts and silty sands (Figure 10.4).

Blank - a sample of distilled water which is treated in the same way as an actual sam-
ple and then submitted for analysis as though it were a sample.
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EBloom - a clearly visible concentrated growth or aggregation of plankfonic algac in a
water body.

Botiom sediment - those sediments which make up the bed of a body of running or
still water.

Buffer - a solution used to minimize changes in hydrogen ion conceniration which
would otherwise take place as a result of chemical additions or reactions.

Centroid of flow - midpoint of a channel of uniform flow,

Chain of custody - documentation showing continous physical possession of evidence
from discovery to courfroom,

Chemocline - a zone of rapid change, with depth, in the concentration of dissotved
substances in a lake, Also the boundary between the circulating and non-circulating
layers of a lake.

Coliform bacteria or coliforms - a group of bacteria predominantly inhabiting the
intestines of humans and warm-blooded animals, but also occasionally found else-
where. Fecal coliform bacteria are those organisms associated with the intestine of
warm-blooded animals. They are used commonly as an indicator of the presence of
fecal material and the presence of organisms potentially capable of causing disease in
man,

Colony - A localized population of individuals, animals or plants. Also, a cluster of
microorganisms growing in or on a culture medium. In some colonies, the individu-

als are structurally connected and function as a single unit.

Community - Any naturally occurring group of organisms occupying a common envi-
ronment. Community and abiotic surroundings together constitute an ecosystem.

Composite sample - a sample obtained by mixing several discrete samples, or repre-
sentative portions thereof, into one container (see flow-proportional and sequential
composite samples).

Conductivity - see specific conductance.

Confidence interval - range of values which has a specified probability of containing
the "true” value.

Confidence level - the probability that the "true” value of some parameter will be
found within a specified range of values called the confidence interval.

Contamination - the presence of foreign or unwanied material which renders a
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sample unfit for meaningful analysis or, generalizing, an environment unfit for
intended use(s).

Cosmic-ray-produced nuclides - isotopes, usually radioactive, such as tritium, berylli-
um-7 and carbon-14 formed by high-energy space particles (e.g. electrons and nuclei)
or cosmic rays interacting with ceriain atmospheric and terrestrial elements.

Cross section - a plane perpendicular o an axis such as the axis of flow,

De-ionized water - water that has passed through a column to remove charged, usual-
iy inorganic, particles.

Dendritic - having a branching tree-like structure or patiern.

Depth-integrated sample - a sample which represents the water-suspended sediment
mixture throughout the water column so that the contribution to the sample from each
point is proportional to the stream vclocity at that point.

Derection limit - the smallest concentration of a substance which can be reported as
present with a specified degree of precision and accuracy by a specific analytical
methed.

Deterioration - a decline in the quality of a sample over a period of time due o0
improper preservation techniques.

Determinand - a measureable physical, chemical, radiological or biological character-
istic of an aquatic environment (synonyms: parameter, variable).

Detritus - finely divided non-living settleable material suspended in water, Organic
detritus is from the decomposition of the broken down remains of erganisms; inot-
ganic detritus is settleable mineral materials,

Diaphragm pump - a reciprocating pump in which the motion is delivered to the fluid
by movement of a flexible diaphragm which isolates the fluid from the moving parts.

Discharge - the flow rate of a fluid at a given instant expressed as volume per unit of
time (see stream discharge).

Dissolved concentration - the concentration of a constituent of an unacidified water
sample that will pass through a 0.45-nm membrane filter, The filiration should be
done immediately after sample collection.

Dissolved load - the part of the stream load that is carried in solution, such as chemi-
cal ions, yielded by weathering and erosion of the land mass.
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Dissolved oxygen (DQO) - the amount of oxygen dissolved in a given volume of water.
Drainage basin - the area tributary to or draining to a lake or stream (see also watershed).

Dry deposition - material deposited from the atmosphere on the Earth's surface out-
side periods of precipitation.

Duplicate samples - obtained by dividing one sample into two or more identical sub-
samples.

Ecology - the study of the refationships of organisms to their environment.

Ecosystem - a natural unit consisting of living and non-living parts interacting with
each other, formed by the organisms of a natural community and their environment.

Electromotive force (EMF) - difference in electrical potential (volts) between differ-
ent clectrodes in the same electrolyte, identical electrodes in different electrolytes, or
where both electrodes and solutions are dissimilar.

Epilinmion - the uppermost layer of water in a lake, characterized by an essentially
uniform temperature which is generally higher than elsewhere in the lake and by a
relatively uniform mixing caused by wind and wave action. Also, the less dense oxy-
gen-rich layer of water that overlies the metalimnion in a thermally stratified lake.

Eutrophication - the process of over-fertilization of a body of water by nutrients pro-
ducing more organic matier than the self-purification processes can overcome,

Extractable metal - see acid extractable metal.
Filterable constituent - see dissolved constituent.
Filtrate - the fluid that has passed through a filter.

Filtration - the process of passing a liquid through a filter to remove suspended
maiter,

Floc - small masses formed in a fluid through coagulation, agglomeration or bio-
chemical reaction of fine suspended particles.

Flocculant or flocculating agent - a substance which, when added to water, forms a
floc, thus expediting the settling of suspended matter, for example, alum, ferrous sul-
phate or lime.

Flow-proportional composiie sample - sample obtained by: (I) continuous pumping at
a rate proportional to the flow; (2) mixing equal volumes of water collected at time
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intervals inversely proportional to the volume of flow; (3) mixing volumes of water
proportional to the flow collected during or at regular time intervals. This sample will rep-
resent 2 "flow"-averaged water-quality condition over the period of time of compositing.

Flow weighted - sce previous enfry.

Fluvial characteristics - of or pertaining to a river or rivers; existing, growing or liv-
ing in or near a stream or river; produced by the action of a stream or river.

Friedinger sampler - 2 messenger-operated, open-tube grab sampler for water and
suspended sediment {Figure 3.4).

Gauging station - a selected location on a stream channel where discharge and other
related parameters arc measured continuously or periodically.

(GEMS - Global Environmental Monitoring System.

Geochemistry - the science that deals with the chemical composition and the chemi-
cal rcactions of the substances making up the crust of the earth,

Geohydrology - the science of underground water (synonym: hydrogeology).

Glass distilled water - water that has been freed from dissolved or suspended matter
by distillation in an all-glass system.

GLOWDAT - the computerized storage and retrieval system storing water quality and
related data collected as part of the GEMS/WATER global monitoring programme
sponsored by United Nations Environmental Programme (UNEP). GLOWDAT is
run and managed for UNEP by the National Water Research Institute, Environment
Canada, located in Burlington, Ontario, Canada,

Grab sample - sample taken at a selected location, depth and time.

Groundwater - all subsurface water.

Hach method - an iodometric method of analysing for dissolved oxygen.

Hardness, total - the sum of calcium, magnesgium and some other ions (e.g. iron, alo-
minum and manganese) concentrations in a water sample expressed as milligrams
CaCQy per litre. The hardness relates to a water's capability to produce lather from

soap; the higher the hardness, the more difficult it is to ather soap. Waters are ¢lassi-
fied according to their hardness as follows:

Hardness of 1 to 60 mg/l CaCOs; - soft water.
Hardness of 61 ta 120 mg/1 CaCO, - medium-hard water.
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Hardness of 121 to 180 mg/l CaCO; - hard water.
Hardness of >18( mg/l CaCO; - very hard water.

Heavy metals - metallic elements with specific gravities greater than five such as
cadmium, copper, lead and zinc.

Herbicide - substances or a mixture of substances used to destroy specific vegeta-
tion.

Homogeneous - uniform in composition and structure.

Hydrological - pertaining to the study of the occurrence, circulation, distribution and
properties of the waters of the Earth and their reaction with the environment.

Hypolimnion - the lowermost layer of water in a lake, characterized by an essentially
uniform temperature (except during a turnover), generally colder than elsewhere in
the lake and often relatively stagnant or oxygen-poor. Also the dense layer of water
below the metalimnion in a thermally stratified lake.

In situ measurement - measurement made directly in the water body.

Kemmerer sampler - a messenger-operated vertical point sampler for water-suspend-
ed sediment.

Lacustrine - related to, pertaining to, produced by or formed in a lake or lakes.
Macro-organisms - plant, animal or fungal organisms visible to the eye.
Macrophytes - large aquatic plants,

Membrane filter - a filter of cellulose ester with a specified pore diameter.

Mean - the average of a scries of values; sce sample mean, population mean,
Metalimnion - see thermocline.

Microbiota - collectively, the microscopic plants and animals of a habitat or region.
Microphyte - a microscopic plant; bacteria or smaller algae.

Maolarity - the concentration of a solution expressed as the number of moles of a sub-
stance dissolved in | litre of solution.

Multiple sampler - an instrument permitting the simultaneous collection of several
water-suspended sediment samples of equal or different volumes at each site.
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NAQUADAT - the computerized Canadian National Water Quality Data Bank, It
stores physical, chemical, biological, hydrometric and other data and information rel-
evant to the quality of surface and groundwaters, precipitation, sediments and biota
from Canadian aquatic environments.

Non-point waste source - an unconfined waste discharge.

Normality - the concentration of a solution expressed as the number of gram-equivalent
weights of a substance dissolved in 1litre of solution. Normality is abbreviated by N.

Nutrient - a substance, element or compound necessary for the growth and development
of plants and animals.

Oligotrophic waters - waters with a low level of nutrients supporting little organic
production.

Organic-free water - water free from organic substances.

Partial pressure - the pressore that would be exerted by one component of a mixture
of gases if it were present alone in the container.

Particle size - the average diameter or volume of the particles in a sediment or rock,
or of the grains of a particular mineral that make up a sediment or rock, based on the
premise that the particles arc spheres or that the measurements made can be
expressed as diameters. of equivalent spheres. It is commonly measured by sieving,
by calculating settling velocities or by determining areas of microscopic images.

Periphyton - organisms, mostly microscopic, attached to submerged objects in aquat-
ic environments; such organisms do not peneirate into the substrate and may or may
not be sessile. .

Peristaltic pump - a pump delivering an intermittent discharge by successively
squeezing sections of tubing,

Pesticide - substance that kills organisms injorious t0 man or to the plants and ani-
mals upon which he depends for food, fibre and shelter.

PH - the negative log) g of the hydrogen fon activity in solution. Water with a pH of
less than 7 is acidic, of 7 is neutral and of more than 7 is alkaline.

Photosynthesis - the synthesis of chemical compounds by chlorophyll-containing
plants in light, especially the manufacture of organic compounds, primarily carbohy-
drates from carbon dioxide and a hydrogen source such as water, with the simultane-
ous liberation of oxygen,
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Phytoplankton - collectively, all the microscopic plants, such as certain algae, living
unattached in aquatic habitats.

Plankton - minute plants (phytoplankton) and animals (zooplankton) which either
have relatively small powers of locomotion or drift in the water subject to the action
of waves and currents. The chief constituents of phytoplankton are unicellular algae.
The zooplankton consists of protozoa, small crustaceans and various invertebrate larvae.

Point sample - see grab sample.

Point wastes source - any discernible, confined and discrete conveyance such as any
pipe, ditch, channel, tunnel or conduit from which pollutants arc discharged into a
lake or river.

Pollution - the condition caused by the presence of substances of such character and
in such quantities that the quality of the environment is impaired (se¢ also water pol-
lution),

Population - In ecology, a group of individuals of the same type, particularly of the
same species, within a community. Populations have certain characteristics not
shown by individual organisms or the community as a whole. Characteristics of a
population include density (size in relation to unit space), birth and death rates (natal-
ity and mortality, respectively), age distribution, sex ratio, dispersion {distribution of
the individuals within the area) and growth rate.

Population (or true) mean - the average of all possible values of a quantity.

Potentiometer - a device for measuring the electromotive force or electrical potential
between two points.

Precision - a measure of the reproducibility or the closencss of agreement between
the data generated from replicate or repetitive measurements using the same experi-
mental procedure. Statistically the concept is referred to as dispersion and it mea-
sures the variability of the experimental procedure, e.g. sampling, analytical or data-
processing methods, resulting from random errors.

Preservative - a substance added to the sample in order to maintain components in
the form they are in the water body, ¢.g. dissolved metals in solution.

FPumping sampler - an apparatus for sampling the water-sediment mixture by with-
drawning it through a pipe or hose, the intake of which is placed at the desired sam-

pling point.

Radioactive contaminant - a radioactive material which is present in places where it may
harm life, spoil experiments or make products or equipment unsuitable or unsafe for use.
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Radioactivity - the property of some elements, e.g. uranium, of spontancously emil-
ting alpha, beta or gamma rays by the disintegration of their nuclei.

Radionuclide - a radioactive isotope of an element.
Range - the lowest and the highest values in a sel of data.

Replicate samples (spatial) - samples taken simultaneously in a given cross section of
the water body under study.

Replicate sample (temporal) - samples taken at the same place sequentially at speci-
fied intervals over a specific period of time,

Representative sample - a sample of a milicu or population whose composition is
expected to exhibit its average properties.

Representative site - a location choscen as typical of an environment.

Reservoir - an impounded body of water or controlled lake where water is collected
and stored.

Residue - material that remains after gases, liquids and some solids have been
removed, usnally by heating up the sample at a specified temperature for a specified
period of time.

Sample mean - an approximation to the population mean obtained by taking the aver-
age of a sample of the possible valucs of a quantity.

Sample variance - the square of the standard deviation. It is a measure of variability
from a mean. .

- Sampling iron - an iron frame used in collecting water samples from rivers and lakes,
designed to hold sampling bottles of different sizes,

Sampling vertical - a vertical line from the water surface to the bottom along which
one or more samples are collected.

Secchi disk - a circular metal plate, 20-30 cm in diameter, painted in black and white
quadrants. It is used to determine the transparency of a water body.

Sediment - solid fragmental material originating from weathering of rocks or by other
processes and transported or deposited by air, water or ice, or that accumulated by other
processes such as chemical precipitation from solution or secretion by organisms. The
terrn is usually applied to material held in suspension in water or recently deposited
from suspension and to all kinds of deposits, essentially of unconsolidated materials.
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Sediment discharge - usually the mass, sometimes the volume, of sediment passing a
stream transect in a unit of time. The term may be qualified, for example, as sus-
pended-sediment, bedload or total-sediment discharge.

Sediment load - the amount of sediment passing a cross section of a river or stream,
in a specified period of time (see also bedload and suspended sediment load).

Sediment fransport - see sediment discharge.

Sediment yield - the total sediment outflow from a drainage basin in a specified peri-
od of time. It includes bedload as well as suspended load and usually it is expressed
in terms of mass or volume per unit of time.

Sequential composite sample - a sample obtained either by continuous pumping of
water or by mixing equal volumes of water collected at regular time intervals, This
sample will indicate the average water quality conditions over the period of sampling,.

Shipek sampler - an instrument designed to collect relatively undisturbed samples of
bottom surface sediments (also Mini-Shipek) (Figure 10.3).

Species - Group of related individuals with a common hereditary morphology, chro-
mosomic number and structure, physiological characteristics and way of life, separat-
ed from neighbouring groups by a barrier, which is generally sexual in nafure, and
occupying a definable geographic arca. Members of different species do not normal-
ly interbreed; if they do, the progeny are sterile. In binomial noménclature each
specics has two names. The first is the name of the genus and the second is the spe-
cific epithet (frivial name). For example, in the species Homo sapiens, Homo is the
generic name and sapicns is the specific epithet.

Species population - a group of similar organisms residing in a defined space at a cer-
tain time.

Specific conductance - a measure in microsiemens per centimetre (mS/cm) of the
ability of a material such as a solution to conduct an electrical current. The conduc-
tivity of a solution depends on the concentration of ions and on the emperature.

Spectral analysis - a method of data analysis nsing the power spectrum of data to
detect cyclical variations, their frequency and magnitude,

Split sample - a single sample separated into two or more parts such that each part is
representative of the original sample.

Standard deviation - a measure of the dispersion or spread of data points around the
mean value of the data set obtained.
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Standing crop - the biota present in an environment at a selected point in time,

Sterilization - the process of destroying all forms of microbial life on and in an
object.

Stream discharge - the quantity of water passing a stream transect in a unit of time,

Supernate or supernatant - the liquid, e.g. water, above the surface of settled sedi-
ment.

Surber sampler - a light-weighi dredge net for bottom biota sampling (Figare 10.5).

Surface water - natural water bodies such as rivers, sireams, brooks and lakes as well
as artificial water courses such as irrigation, industrial and navigational canals in
direct contact with the atmosphere.

Survey - an intensive, in-depth study, usually carried out over a short period of time.
Suspended load - the part of the sediment load that is in suspension.

Suspended sediment - the component of an unacidificd water sample that is retained
by a 0.45-nm membrane filter.

Suspended solids - see suspended sediments.

Teflon - polyteuafluoroethylene, 2 man-made plastic material inert to all ordinary
chemical reagents except molten alkali metals.

Thermocline - the layer in a thermally siratified lake, beiween the epilimnion and
hypolimnion, where temperature decreases most rapidly with depth. Also, the hori-
zontal layer of water characlerized by a rapid decrease of temperature and increase of
density with depth; sometimes arbitrarily defined as the layer in which the rate of
temperature decrease with depth is equal 10 at least 1°C per metre (synonym:
metalimmion),

Time composite sample - see sequential composite sample.

Time series - a set of data usually collected at equal time intervals over a long period
of time.

Total concentration - the concentration of a given constituent determined in an unfil-
tered water or sediment sample after vigorons digestion with mineral acid(s)., It can
also be obtained by summing the concentrations in both filterable and unfilterable
(suspended) fractions of water sample.
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Total dissolved solids {TDS) - the concentration of all dissolved substances in water,
usually expressed in milligrams per litre, which would remain as a solid residue after
removal of the water.

Trace element - a chemical element found naturally or required for growth and health
by living organisms in extremely small quantities.

Transect - a imaginary line across a river or a lake on which samples or measure-
ments are taken to determine cross-section variations.

Turbidity - a measure of the absorption and scattering of light in water caused by sus-
pended matter such as clay, silt, finely divided organic and inorganic matter, soluble
coloured organic compounds, plankton and other microscopic organisms.

Universal Transverse Mercator (UTM) grid - a grid, which may be superimposed on
any map, based upon the transverse Mercator projection.

Van Dorn sampler - a messenger-operated, water-suspended sediment point sampler
used to collect samples at a specified depth. The long axis of the cylinder can be
lowered either horizontally or vertically.

Volatile constituents - the components of a sample which are readily lost by evapora-
tion. They include dissolved gases as well as substances with low boiling points.

Water pollution - the addition of harmful or objectionable maierials to water in suffi-
cient quantities to affect its usefulness adversely.

Water quality - a collective term comprising the physical, chemical and biological
properties of specific waters, e.g. lake, river, drinking water distribution system,
waste water and so on.

Water-quality criteria - the scientific information, e.g. concentraticn-effect data, used
to derive water-quality guidelines.

Water-quality guideline - numerical concentration or narrative statement recommend-
ed to support and maintain a designated water use.

Water-quality objective - a numerical concentration or narrative statement established
to support and protect the designated uses of water at a specified site.

Water-quality standard - a watcr-quality objective recognized in enforceable environ-
mental control laws,

Watershed - all lands enclosed by a continuous hydrologic-surface drainage divide
and lying upstope from a specified point on a stream (see also drainage basin).
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Winkler analysis - an iodometric method for the determination of the concentration of
dissolved oxygen.

Zooplankton - microscopic animals living unattached in aquatic ecosystems. They
include small crustacea, such as Daphnia and Cyclops, small larvae, and single-celled
animals such as protozoa,
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