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Executive Summary

The Safe Drinking Water Act (SDWA), as amended in 1996, requires the Environmental
Protection Agency (EPA) to review and revise, if appropriate, existing National Primary
Drinking Water Regulations (NPDWRs). As part of the review, EPA developed a protocol
document (entitled EPA Protocol for the Review of Existing National Primary Drinking Water
Regulations) to deseribe the process and strategy for regulatory review that EPA used to meet its
statutory requirement. EPA developed the protocol based on recommendations from the
National Drinking Water Advisory Council (NDWAC), through internal Agency deliberations,
and through discussions with the diverse stakeholders involved in drinking water and its
protection. Based on the NDWAC recommendations, EPA's review included the consideration
of five key elements, as appropriate: health effects, analytical and treatment feasibility,
implementation-related issues, occurrence and exposure, and economic impacts. The purpose of
the analytical methods feasibility analysis was to determine whether changes in the practical
quantitation level (PQL) were possible in those instances where the Maximum Contaminant
Level is limited, or might be limited, by analytical feasibility. This document, "4dnalytical
Feasibility Support Document for the Six-Year Review of Existing National Primary Drinking
Werer Regulations: Reassessment of Feasibility for Chemical Contaminants," describes the
process recommended by NDWAC and used by EPA to address the analytical feasibility aspect
of the current (1996-2002) Six-Year Review. ' ‘ '

To be consistent with the accepted policy and procedures used by EPA to derive quantitation
levels for drinking water contaminants, the Six-Year Review focused on the process that has
been used by the Office of Ground Water and Drinking Water for many years. Historically,
EPA’s OGWDW used two main approaches to determine practical quantitation levels (or PQLs)
for SDWA analytes. One approach (and the preferred approach) used data from Water Supply
(WS) Performance Evaluation (PE) studies. Although the primary use of the WS-PE data was
for EPA’s laboratory certification, the data were also used as.a secondary data source for many
years to develop PQLs when the spike concentrations were in the appropriate concentration
range. The derivation of the PQL using WS data involved determining the concentration of an
analyte at which 75 percent of EPA Regional and State laboratories achieved results within a
specified range around the spike value. In the absence of WS data, the other approach that EPA
used was the MDI, multiplier method. In this approach, the PQL was calculated by multiplying
the EPA-derived MDL by a factor of 5 or 10. The MDL multiplier method was mostly used in
the early years of rule development for NPDWRs when insufficient WS data were available.
Once sufficient WS data became available, most of the PQLs developed using the MDL
multiplier were validated using WS data. : ’

, For thé Six-Year analytical feasibility review, EPA focused on assessing whether the

practical quantitation level has changed since promulgation for a subset of the 68 chemical
NPDWRs. EPA performed the analytical feasibility analysis for a total of 38 NPDWRs that fell
into one of two categories:

» Pirst, for those contaminants where the MCLis currently limited by analytical feasibility

(i.e.. the MCL is set at the PQL) and the MCLG is'still appropriate, EPA evaluated the -
currently approved methods for those contaminants and available WS data to determine
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whether it might be possible to lower the PQL. and hence set an MCL that is closcr to the
MCLG.

» The second circumstance under which EPA re-evaluated the PQL was for contaminants
identified under the Six-Year health effects technical review as having potential changes
to their MCLG. Because the information for the health effects review was not completely
available at the time the analytical methods analysis began, EPA took a broad-brush
approach and included a number of contaminants that may not have needed a
reassessment of their analytical feasibility.

For each of these 38 chemical NPDWRs, the analytical feasibility reassessment included:

(1) a methods comparison step to help identify whether the ability to detect (and therefore |
quantify) these contaminants at Jower levels has increased‘

(2) a methods usage over time step to identify the analytical methods that appear to be the
most widely used for the analysis of particular contaminants.

(3) a Water Supply data analysis step to determine if a PQL can be recalculated (if sufficient
WS information is available) or if there is an indication that a PQL may be lower using
the available information. :

The results of these three steps aided in assessing whether a PQL might change for a specific
contaminant and, if so, estimating what the new PQL might be.

The results of Six-Year analytical feasibility review concluded that the majority of the
available WS data were insufficient to actually recalculate the PQL for many of the 38
contaminants of interest. The data were considered insufficient because either the true value of
the spike concentrations used in the WS studies were above the concentration of interest and/or
the percentages of labs passing exceeded the 75 percent criterion used to calculate a PQL.
However, for many of the 38 contaminants, the available data were sufficient to indicate whether
the PQL might change or if the current PQL is still appropriate. Of the 38 NPDWRs evaluated,
the available information indicates that the PQL for 23 might possibly be lower The PQL for the
remaining 15 appears to still be appropriate. For the 23 zmalytes where the W8 data indicate that
a lower PQL may exist, EPA used the information about method usage over time, the MDLs for
these methods, and the 10 x MDL multiplier to estimate what the potentmlly Iower PQL might
be. This estimated value was used as a threshold value in the occurrence and exposure analyses
to determine whether an improvement in public health protection might be possible if EPA were
to consider gathering more definitive data to recalculate the PQL and posszbly lower the MCL
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Analytical Feasibility Support Document for the
- Six-Year Review of Existing National Primary Drinking Water Regulations
(Reassessment of Feasibility for Chemical Contaminants)

1. Introduction

The Safe Drinking Water Act (SDWA), as amended in 1996, requires the Environmental
Protection Agency (EPA) to review and revise, if appropriate, existing National Primary
Drinking Water Regulations (NPDWRs), As part of the review, EPA developed a protocol
document (EPA Protocol for the Review of Existing National Primary Drinking Water
Regulations) that describes the process and strategy EPA used to review existing NPDWRs in
order to meet its statutory requirement. EPA developed the protocol document based on
recommendations from the National Drinking Water Advisory Council NDWAC), through
internal Agency deliberations, and through discussions with the diverse stakeholders mvolvcd in
drinking water and its protection. To more efficiently utilize limited resources, EPA performed a
series of analyses that were intended to target those NPD'WRs that are the most appropriate '
candidates for revision. -As part of the review, and where appropriate, EPA reviewed the
following key technical elements to make decisions regarding regulatory changes: health risks
assessments; tcchnology assessments (analytical feasibility and treatment technology); other
regulatory revisions (e.g., monitoring and reporting); occurrence and exposure analyses; and
available economic information. This document discusses the anaiyuca} feasibility aspect of the
current (1996-2002) Six-Year Review.

The 1999-2002 Six-Year Review includes the review of 68 chemical NPDWRs promulgated
prior to the 1996 SDWA Amendments. Because the analytical measurerrient feasibility may have
been the limiting factor in setting the Maximum Contaminant Level (MCL) for some of the
existing NPI")WI% or because the health effects reviews may indicate a potential change in the
MCLG. this report examines the reassessment of analytical methods capabilities mc}udmrf a
reassessment of whether the Practical Qummtauon Levels (PQLs) may have changed since
promulgation. The PQL is gencmily defined as “the lowest level that can be reliably achieved
within specified limits of precision and accuracy during routine laboratory oper ating conditions”
(50 F I\ 46906, November 13, 1985). The purpose of this support document is to:

« provide background information on the relationship bem een SDWA requirements and
the anaiyt;cal methods feasibility;

+ describe how PQLs have historically been dctexmmed

+ and describe the process used to identify which of the 68 chemical NPDWRs under the
1996-2002 review are subject to a further assessment w ;th w;:,ardq to analytical ma,thods
capabilities and a reassessment of the PQL.
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II. Background
A. What is the Relationship Between SDWA Requirements and Analytical Meﬂmds‘?

The SDWA [§1401(1XC)(1); 42 U.S.C. § 300f(1)(C)(1)] states that an MCL for a national
primary drinking water regulation is set “if, in the Judgmem of the Administrator, it is
economically and technologically feasible to ascertain the level of such contaminant in water in
public water systems.” According to SDWA, NPDWRs include “criteria and procedures to
assure a supply of drinking water which dependabiy complies with such maximum contaminant -
levels; including accepted methods of quality control and testing procedures to insure compliance
with such levels” [§1401(1)(D); 42 U.S.C. § 300£(1)(D)]. Except in certain circumstances, EPA
is to set the MCL as close to the Maximum Contaminant Level Goal (MCLG) as is feasible with
the best available technologies (Section 1412 (b)(4)(B)). The MCLs for several SDWA
contaminants were set due to the limits of the analytical feasibility at that time. Since the
promulgation of pre-1996 SDWA NPDWRs, newer analytical methods and updated methods for
measuring SDWA contaminants have been approved. The approval of newer analytical
techniques may have provided laboratories with the analytical capability to measure some
contaminants at lower levels. In addition, some laboratories may have improved in their ability
to measure at lower levels using the same methods that were originally promulgated.

In considering analytical methods for use in compliance monitoring, EPA evaluates the
overall sensitivity of the techniques. In previous regulations, EPA used two measures of
analytical capability, the Method Detection Limit (MDL) and the Practical Quantitation Level

(PQL).

» The MDL is a measure of method sensitivity. The MDL is defined at 40 CFR Part 136
Appendix B as “the minimum concentration of a substance t?zaf can be reported with 99%
confidence that the analyte concentration is greater than zero,” MDLs can be operator,
method, laboratory, and matrix-specific. Due to normal day-to-day and run-to-run analytical
variability, MDLs may not be reproducible within a laboratory or between laboratories. The
regulatory significance of the MDL is that EPA uses the MDL to determine when a
contaminant is deemed to be detected and it can be used to calculate a PQL for that
contaminant.

» In the preamble to a November 13, 1985 rulemaking (50 FR 46906), the PQL was defined as
“the lowest concentration of an analyze that can be reliably measured within specified limits
of precision and accuracy during routine laboratory operating conditions.” The Agency has
used the PQL to estimate or evaluate the minimum concentration at which most laboratories
can be expected to reliably measure a specific chemical contaminant during day-to-day
analyses of drinking water samples. The PQL is a means of integrating information on the
performance of the approved analytical methods into the development of a drinking water
regulation (52 FR 25699, July 8, 1987). The PQL incorporates the following (50 FR 46880,
November 13, 1985; 52 FR 25690, July 8, 1987; 54 FR 22062, May 22, 1989):

» quantitation,

» precision and bias,
» normal operations of a laboratory, and
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« the fundamental need to have a sufficient number of laboratories available to conduct
compliance monitoring analyses. :

In some cases, the quantitation limit for a particular analyte may have been the limiting factor
in the determination of the MCL for that analyte. This could be especially true for contaminants
with MCLGs of zero. Also, there are several SDWA contaminants with non-zero MCLGs that
have their MCL set at the PQL. -

B. How Have PQLs Been Determined i the Past for SDWA Contammants’”? ‘

Historically, EPA’s OGWDW used two main approaches to determine a PQL for SDWA
analytes. One approach (and the preferred approach) used data from Water Supply (WS)
Performance Evaluation (PE) studies. Although the primary use of the WS-PE data was for
EPA’s laboratory certification, the data were also used as a secondary data source for many years
to develop PQLs when the spike concentrations-were in the appropriate concentration range. The
derivation of the PQL using WS data involved determining the concentration of an analyte at
which 75 percent of EPA Regional and State laboratories achieved results within a specified
range around the spike value. In the absence of WS data, the other approach that EPA used was
the MDL multiplier method. In this approach, the PQL was calculated by multiplying the EPA-
derived MDL by a factor of 5 or 10. The 5 or 10 multiplier was used to account for the
variability and uncertainty that can oceur at the MDL. The MDL multiplier method was mostly
used in the early years of rule development for NPDWRs when insufficient WS data were
available. Once sufficient WS data became available, most of the PQLs that were developed
using the MDL multiplier were validated using WS data.

1. How Were Water Supp[y Studies Conducted?

Water Supply Performance Evaluation (WS PE) studies were an integral part of EPA’s
certification program for drinking water laboratories for over 20 years. Historically, WS studies
were conducted semi-annually by EPA for all current and proposed drinking water contaminants.
Although the WS studies were conducted semi-annually, for certification purposes, laboratories
were only required to demonstrate acceptable performance once a year (141.23(k)(3) and
141.24(H)(17)). WS study samples (spike samples) were sent {o all laboratories that conduct
drinking water analyses, including utility laboratories, commercial laboratories, and State and
EPA Regional laboratories. Each WS study included samp}es or sample concentrates that were
analyzed both for all SDWA analytes and for analytes that were being considered for regulation
under the SDWA. -

During these WS studies, EPA’s National Exposure Research Laboratory (NERL) in
Cincinnati, Ohio, sent participating laboratories a set of stable sample concentrates in sealed
glass ampules, a data reporting form, and appropriate instructions. Each laboratory produced the
study samples by diluting a measured quantity of the specific concentrates to volume with
reagent water. The laboratory then analyzed the samples using the specified procedures. The
completed reporting form was sent to EPA for evaluation, the data were carefully reviewed
(QA/QCed), entered into a database, and a fully detailed report was then returned to each
laboratory. The responsible State or EPA office contacted those laboratories that demonstrated
potential problems.
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At this point in time, the WS Performance Evaluation studies are no longer performed by
"EPA. OnJuly 18, 1996 (61 FR 37464), EPA proposed options for the externalization of the PE
studies program (now referred to as the Proficiency Testing or PT program). After evaluating
public comment, in the June 12, 1997 final notice EPA stated that the Agency bas decided (62

FR 32112):

..on a program where EPA would issue standards for the operation of the program, the
]\ ational Institute of Standards and Technology (NIST) would develop standuards for
private sector PE (PT) suppliers and would evaluate and aceredit PE suppliers, and the
private sector would develop and manufacture PE (PT) materials and conduct PE (PT)
studies. In addition, as part of the program, the PE (PT) providers would report the
results of the studies to the study participants and 1o those organizations that have
responsibility for administering programs supported by the studies.

Since the last WS PE studies performed by EPA were done in the Fall of 1999, the
externalization of the PE program should not effect the data needed for this Six-Year Review
process. However, at this time the Agency has not detormmnd how to gather data to reassess
PQLs for subsequent reviews of NPDWRs.

2. What Criteria Are Used to Determine a PQL?

The derivation of the PQL involves determining the concentration of an analyte at which a set
percentage of the laboratories achieve results within a specified range of the spiked value.
Historically, the percentage of laboratories has been set at 75 percent, while a range of
acceptance limits around the spiked value has been used. In many cases, EPA derived PQLs only
from the data submitted by the EPA Regional and State laboratories that participate in the WS
studies.

A PQL derived from WS data in such a manner is considered a stringent target for routme :
laboratory performance because:

» WS samples are prepared in reagent water and therefore do not contain the matrix
interferences that may occur in field samples.

« Laboratories analyze only a small number of samples for the study and are aware that
the samples are for the purposes of performance eva]uatmn (i.¢., they are not "blind”
samples).

In deriving a PQL from WS study data, the Agency typically sets a fixed percentage or 2
sigma (2 standard deviation) acceptance window around the known concentration (or spike
value) of the WS samples. Then the percentage of laboratories achieving results within the
specified acceptance window (y-axis) is plotted against the known spike concentration of the
Water Supply study samples (x-axis). While the acceptance limits for inorganics typically range
from 15 to 30 percent (40 CFR §141.23(k)(3)(ii}), the acceptance limits for organics generally
range from 20 to 50 percent (141 ’34(f)(17)(1) and 40 CFR §141.24(h)(19)(1)). Several SDWA
analytes have acceptance limits of 2 sigma (2 standard deviation). Linear regression or graphical

analysis is performed on the WS data to determine the concentration at which 75 percent of EPA

Regional and State laboratories achieve acceptable results.

Methods Support Document for Six-Year Review 4 Draft - March 2002




1. How Did EPA Identif}{ Which Contaminants to Evaluate for a PQL Reassessment?

For the Six-Year analytical feasibility review, EPA focused on assessing whether the
practical quantitation level (or PQL) has changed since promulgation for a subset of the 68
 chemical NPDWRs. Figure 1 illustrates the overall Six-Year protocol and the basic process used
to identify the subset of contaminants for which a PQL reassessment should be appropriate.
Using the protocol, EPA identified and performed the analytical feasibility analysis for a total of
38 NPDWRs (Table 1), which fell into one of two categories: : :

» First, for those contaminants where the MCL is currently limited by analytical feasibility
 (i.e., the MCL is set at the PQL) and the MCLG is still appropriate, EPA evaluated the
currently approved methods for those contaminants and available WS data to determine
 whether it might be possible to lower the PQL and hence set an MCL that is closer to the
MCLG. :

» The second circumstance under which EPA re-evaluated the PQL was for contaminants
identified under the Six-Year health effects technical review as having potential changes
to their MCLG. Because the information for the health effects review was not completely
available at the time the analytical methods analysis began, EPA took a broad-brush
approach and included a number of contaminants that may not have needed a
reassessment of their analytical feasibility. ‘ -
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Figure 1. Overview of the Protocol for the Revise/Not Revise Decision with a Focus on
Where Analytical Feasibility was Re-evaluated.

NPDWRs under review
* ¥
Initial Technical Review
Health Effects, methods and ireatment
feasibility, and other regulatory revisions.
For methods - focused on MCLs that .
are currently limited by POL.

Is a health risk assessment
in process/planned?

w1

Does the review suggest possible changes -
in MCLG/MCL/TT and or other '
regulatory revisions?

In-depth Technical Analysis
New risk assessment, methods feasibility,
treatment effectiveness, occurrence and exposure
and economic implications.
For methods - focussed on determining if
analytical feasibility an issue for NPDWRs
with potential changes in MCLG.

Is a significant gain in
public health protection or significant
cost savings likely o oceur?

Yes ¢

Are the data sufficient to support ‘
regulatory revision 2

1. Publish FR notice with preliminary revise/not revise
decisions.

2. Review Public Comments and consider revising decisions <
’ in context of new information.

Candidate

for Revision
. Publish FR notice with {inal list of NPDWRKs to be revised

And planned rulemaking schedule(s). )
L-———mn——-——_mw
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Table 1. SDWA Chemical Contaminants Undergoing
Analytical Methods/PQL Reassessment

Alachlor : - : 0.002 X + 45 %

Benzene ¥ 0.005 . +20% or 40 %

Benzo(a)pyrens ' 4.0002 X . 2 8td Devw,

Beryllium 0.004 0 +15%

Bis(2-cthylhexyl)phthalate : 0.006 € "2 Std Dey
Cadmium 0.005 - oo +20 %

Carbofuran . v : 0.04 : +45 %

Carbon tetrachloride 0.005 : £20% or 40%

Chlordane - . 0.002 . ' 045

Chromium (total - Cr 11 and V1) . ' 6.1 ‘ . ' + 15 %

{2-Dibromo-3-chloropropane 0.0002 o, + 40%
(dBCP) | ‘ o

L4-Dichiorobenzene (para) - . 0,075 +20% or 40 %
1,2-dichloroethanc Zero 0.005 0,005 +20% or 40 %

1,1-dichloroethylene ‘ 0.007 0.005 +20% or 40 %

Dichloromethane {(methylene chloride) 0.005 . D003 +20% or 40%

1,2~ Dichloropropane , 0005 0.005 F20% or 40%

Dioxin {2,3,7.8-TCDD) 3x 10 3Ix10° 2 Std Dev
Dirguat : ©0.02 0.004 2 Std Dev

Eihylene dibromide ze - 0.00003 0.00003 .+ 40 %

Flyoride ' ) 4.0 | 0.5 + 10 %

Glyphosate i 6.7 - .06 2 Std Dev

Heptachior 0.0004 0.0004 L. 45 %

Heptachlor epoxide - 5.0002 {.0002 45 %

Hexachlorobenzene 0.001 0.001 2 §td Dev

Hexachiorocyclopentadiene : 0.05 - 0.001 2 8td Dev
Mereury ‘ : (.002 0.003 +30%

Methoxychlor ' | 0.04 p.01 + 45 %
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SDWA Chemical Contaminant |- MCILQ(}}V‘ ML
| (mg/k) - (g
28 Oxamyl (Vydate) 0.2 0.2 0.02 2 Std Devi9
29 PCBs - Polychlorinated biphenyls ZEer0 0.0005 | 0.0005 0to 200 %
(as decachlorobipheny!) :

30 Pentachlorophenol Zero ().VO()l e 0,001 + 50%
31 | Pictoram 0.5 0.5 o001 2 5td Pev
32 Tetrachlorocthylene ZETO 0,005 0.005 4+ 20% or 40%
33 Thallium 0.0005 0.002 0.002 0.3
34 Toxaphcne zero 0.003 0.003 + 435%
35 1,1,1-Trichloroethane 0.2 0.2 0.005 +20% or 40 %
36 1,1,2-Trichloroethane 0.003 0.005 0.005 +20% or 40 %
37 Trichloroethylene zero 0.005 0.005 +20% or 40%
38 Vinyi chloride zero 0,002 C0.002 + 40%

Footnotes: I

1. The MCLGs for inorganics are listed at 40 CFR 141.51, The MCLGs for organics are listed at 40 CFR
141.50.

2. The MCLs for inorganics are listed at 40 CFR 141.62. The MCLs for organics are listed at 40 CFR 141.61.
3. The PQL for fluoride is published in 51 FR 11397 (April 1986). The PQLs for benzene, carbon tetrachloride,
1.d-dichlorobenzene, 1,2-dichloroethane, 1,1~-dichloroethylene, 1,1,1-trichloroethane and viny! chloride are
published in 52 FR 25690 at 25700 (July 8, 1987). The PQLs for alachlor, cadmium, carbofuran, chlordane,
chromium, 1,2-dibromo-3-chloropropane, 1,2-dichloropropane, heptachlor heptachlor epoxide, ethylene
dibromide, mercury, methoxychlor, PCBs, pentachlorophenol, tetrachloroethylene, and toxaphene are published
in 56 FR3526 at 3552 (January 30, 1991). In this FR the PQL for pentachlorophenol was proposed but the final
PQL was published in 56 FR 30266 (July 1, 1991) at 30270. The PQL for beryllium, benzo(a)pyrene, bis or di(2-
ethylhexyl)phthalate dichloromethane, diexin, diquat, glyphosate, hexachlorobenzene, .
hexachlorocyclopentadiene, picloram and thallium 1,1,I-trichloroethane are published in 57 FR 31776 at 31801
(July 17, 1992). » ‘

4. The acceptance limits inorganic can be found at CFR 141.23(k)(3)(if). Acceptance limits for the omanic
chemicals are found at CFR 141.24(H(17)())(C and D} and CFR 141.24(N(19O(N(B).

IV. What Approaches Were Used to Reassess the PQLs of Contaminants Identified by
the Six-Yeéar Review Process?

For this Six-Year Review process, several approaches could be used for the reassessment or
re-evaluation of the PQLs for selected chemical contaminants. However, to be consistent with
the policies and the process that the Agency has used in the past (50 FR 46880, November 13,
1985; 52 FR 25690, July 8, 1987; 54 FR 22062, May 22, 1989), only the “WS data” and the
“MDL Multiplier” approaches were considered for the Six-Year Review process. Of these two
approaches, the WS data approach is the preferred route since it relies on actual data to determine
the level of quantitation. For the Six-Year Review, the MDL multiplier method is only used to
estimate what a potential PQL could be if WS data are sufficient to indicate a change but
insufficient to actually recalculate a PQL. There are advantages and disadvantages for each of
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these approaches. Some of the advantages and disadvantages for these PQL derivation
approaches are as follows:

(1) Analysis of WS PE Data - Uses data from WS studies to derive a new PQL. This value is
compared to the old PQL (i.e., the one that is currently in place).

The advantages of the WS PE Data methods of defiving aPQL -

». Uses inter-laboratory data collected at concentrations near the MCL.
» More representative of what methods are being used for the analysis of that contaminant.
» May be the preferred approach for contaminants with MCLGs of zero.

The disadvantages of the WS analysis method of deriving a PQL ~

~» Inthe past, some stakeholders have felt that the PQL may be influenced by the set of WS
data used (i.e., using data from all laboratories as opposed to only using data from EPA
State and Regional laboratories). - o

Some stakeholders have felt that the laboratory performance on WS data may be skewed,
because WS samples may be treated as special samples that are critical for laboratory
certification. '

The derivation of PQLs from WS data is a resource- and time-intensive process.

Because the WS samples are designed to test precision and accuracy around the MCL, the
WS data may not cover concentrations several orders of magnitude below the current
MCL. Hence, for some analytes, data points at lower levels may not be represented.

(). The MDL-Multiplier Approach - Using the MDL of the currently approved method(s) for
each contaminant, the 5 or 10 multiplier method can be used to estimate the PQL.. This value is
then compared to the PQL that was derived before the 1996 SDWA Amendments,

The advantage of the MDL multiplier approach - it is a relatively easy and clear process.
The disadvantages of the MDL multiplier approach -

» The WS studies test laboratory performance near the MCL as opposed to the MDL. A
PQL derived from the MDL multiplier method may not be representative, because the
- reproducibility of a result obtained at the MDL is often not as good as that obtained pear
“the MCL. , v :
Because several methods may be approved for the same contaminant, it can be i
difficult to decide which MDL. to select for the PQL calculation. However, knowledge of
* the methods that are the most widely used can be determined from the WS data since
laboratories report which method was used to analyze spike samples.

Methods Support Document for Six-Year Review Draft - March 2002




Acknowledging the advantages and disadvantages of the WS analysis and the MDL
multiplicr approach, EPA used the following steps for the Six Year Review to reassess analytical
feasibility for the 38 chemical contaminants identified:

»  The first step is the methods comparison step. This step compared the method detection
limits of the analytical methods which were available at the time the PQL was set to the
method detection limits for the currently approved analytical methods. This methods
comparison should help to identify whether the ability to detect (and therefore quantify)
these contaminants at lower levels has increased.

* The second step is the method usage over time. This step used information from the last
eight Water Supply studies (WS 34 through WS 41; 1996 to 1999) to generate a bar graph
of the distribution of the analytical methods used to analyze the spike samples in the WS
studies. This analysis should give an idea of the analytical methods that appear to be the
most widely used for the analysis of particular contaminants. Knowing which analytical
methods ate the most widely used and the MDL for these methods can aid in estimating
where the quantitation may lie today.

» The third and last step is the Water Supply data analysis step. 1f Water Supply data are
sufficient. more recent WS data can be used to recalculate the PQL. (using linear
regression or graphical analyses) and determine if the quantitation level has changed.
Data may be considered insufficient if there are not enough data points around the 75
percent criteria to recalculate the PQL using linear regression or graphical analysis. This
may occur if the laboratories evaluated exhibit high passing rates (>75 percent) for all of
the WS studies evaluated and/or no WS spike samples were below the concentration of
the current PQL. However, even if the WS data are insufficient to actually recalculate the
PQL, the information may be useful to either confirm that the current PQL still appears to
remain appropriate or it may give an indication as to whether the PQL is likely to change
(if the data points at concentrations close to the current PQL are available).

Using the information from these three steps helped EPA to determine if our ability to
quantify contaminants at lower levels has increased. If there was an indication that the PQL has
or could change, then pending the results of the health effects and occurrence review, as well as
risk management considerations, these chemical contaminants may be subject to a full blown
PQL reassessment (i.e., gathering data that sufficiently covers the arca around the 75 percent
laboratory passing criteria and the appropriate concentration range).

Note: This document will not discuss whether a full blown PQL reassessment is necessary for
specific contaminants. Instead, that decision will be made after the integration of these results
with the health effects and occurrence and exposure reviews and discussed in the Six Year Notice
of Intent. o
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Y. i{esults of the PQL Reassessment

Alachlor

Results of the Method Comparison

The approved drinking water methods for the determination of alachlor, a Phase II synthetic
organic compound (SOC), were listed in the 1991 NPDWRs (56 FR 3526). These methods all
utilize GC or GC/MS with several extraction and/or detector variations: EPA Methods 505, 507,
and 525.1. Since promulgation of these original methods, the Agency has eliminated EPA 525.1
from the list of approved methods, and has approved the use of three new GC methods: EPA
Methods 508.1, 525.2, and 551.1. The three new methods are approximately 10 to 100 times
more sensitive than the earlier methods. The current EPA 505 is nearly equivalent in sensitivity
relative to the time of Phase Il promulgation, whereas the current EPA 507 is about twice as
sensitive. Table 2 summarizes the current and previous EPA methods along with their MDLs.

Table 2. Results of the Analytical Methods Comparison for Alachlor (Newly Promulgated
Methods are Indicafeﬁ in Bold) ' :

MCL=2pg/l.  CurrentPQL=2pg/L.  DLA=02pug/L __ Acceptance Limit' = 45%
Methods Approved At Promulgation Currently Approved Methods (141.24)
Method Technique ?:;)/i) Method Technique ?:fg‘t)
EPA 505° Microextraétion, GC 0.2235 EPA 505° Microexiraction, GO | 0.223
EPA 507 GC with NPD ‘ 0.38 EPA 507° GC with ECD 0.14
EPA 525 GOMS with LSE . 0.1 EPA 508.1° GC with LSE, ECD 0.009
| EPA 5252 | GC/MSwithLSE . | 0.069-0.11%
gpassLe | GCMEBIRLLE 1 005 0.025¢

1 “Methods for the Determination of Organic Compounds in Drinking Water,” EPA-600/4-88/039, December
1988, . ‘

2 s\fethods for the Determination of Organic Compounds in Drinking Water--Supplement 111"
EPA/600/R-95-131, August 1995, :

A Regulatory DLs for organic compounds are listed at 40 CFR §141 24(h){(18).

T Acceptance limits for organic compounds are listed at are listed at 40 CFR §141.24(0(19)().

* Multiple method detection limit (MDL) values result from variability of reagents, instrumentation and/or
laboratory/analyst performance. ‘ :
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Results of the Analysis of the WS Data

a. Method Usage Over Time

Figure 2 plots the distribution of analytical techniques used by the EPA and State laboratories
in WS 34 to 41. Methods categorized as “other” represent methods which were not specifically
identified by participating laboratories or were otherwise unknown. As shown in Figure 2, EPA
507 was used fairly consistently throughout WS 34 to 41. Use of EPA 525.1 was phased out
after WS 36, while use of EPA 525.2 increased significantly during the same study, EPA
Methods 508.1, 505, and “other” methods remained in use minimally throughout the study
period.

Figure 2. Distribution of Analytical Techniques by WS Study: Alachlor
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b. Results of the PQL Analysis

As PE data were not available at the time of the original PQL determination, the PQL of 2
g/l was derived using a multiplier of 10 on the interlaboratory MDL (0.15 pe/L) based on a
study conducted by the Environmental Monitoring and Support Laboratory in Cincinnati, Ohio
(54 FR 22104). Data from WS 24 to 41 were used to attempt a PQL re-evaluation. Table 3
summarizes these data, indicating the study number, the true value (i.e., the spiked value) of the
WS sample, the number of results from EPA and State laboratories, and the calculated
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percentage of laboratories whose results successfully passed within designated acceptancé limits
for alachlor (specified in 40 CFR §141.24(h)(19)(i) to be + 435 percent). '

 Table 3. Evaluation of Alachlor Data from WS Studies Using the 45% Acceptance Limits
(in Order of Increasing Concentration)

Ws# | Spiked “True” Value (ug/l) | p A Restis irom BIA e s
24a : 0.735 19 ’ 100
26b 0,933 20 95.0
29 159 14 T4
25a 1.87 13 | 100
32 | 2.33 43 86.0
31 ' 250 25 ‘ L 760
30 , 321 . 40 97.5 -
34 3.43 - 48 ' ' 100
27 3.80 17 : 88.2
33 427 30 | | 86.7
24b | 4.53 ‘ 19 100
37 4.87 40 ' 85.0
35 527 - 2 96.3.
262 5.66 , 20 950
36 o734 | 50 100
38 | 952 ) 0 93.9
256 980 -l 13 100
41 129 , 37 r 100
39 14.8 40 975
40 17.7 50 - 90.0-

The data from the available PE studies were not conducive to PQL re-evaluation, as the
percentage of labs passing generally exceeded the standard 75 percent passing criterion needed to
calculate the PQL using linear regression or graphical analysis (with the exception of one study -
WS 29). However, even around the original PQL of 2 pg/L, the percentage of laboratories
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passing is extremely variable and ranges from 71.4 percent in WS'29 (spike concentration = 1.59
pg/L) to 75 percent for WS 31 (spike concentration = 2.50 pg/L) to 100 percent for several WS
studies at varying concentrations. Even at higher concentrations of 3.8 pug/L (WS 27) and 4.27
pg/L (WS 37) the laboratory passing rates dip to 88 and 87 percent, respectively. Based on this
information, EPA believes the PQL. for alachlor appears to still be in the appropriate range.

Conclusion for Alachlor

Since the promulgation of the 1991 NPDWR for alachlor and other Phase II SOCs, three new
analytical methods (EPA Methods 525.2, 508.1, and 551.1) have been approved for the
determination of alachlor in drinking water. All three new methods exhibit lower MDLs than the
original methods. Based on the distribution of method use over time (Figure 2), it appears that
EPA and State laboratories did not utilize the increased analytical sensitivity of the newer
methods, instead preferring use of EPA 507. Meanwhile, a PQI. for alachlor could not be
recalculated using the PE data from WS 24 to 41. Nearly every study exhibited a laboratory
success rate above the 75 percent criterion needed for re-evaluating the PQL, and furthermore,
the range of true values generally exceeded the current PQL value. Therefore, the available PE
data provide very limited evidence for revising the current PQL of 2 pg/L. However, based on
the available data, EPA believes the PQL for alachlor is most likely in the appropriate range.

Benzene

Results of the Method Comparison

In July 1987, the final NPDWR for eight Phase 1 VOCs approved the use of EPA Methods
502.2, 503.1, 524.1, and 524.2 for the determination of benzene in drinking water (52 FR 25690).
The currently approved methods for benzene determination are EPA Methods 502.2 and 524.2.
Table 4 summarizes the MDLs for both the original and current approved versions of the
methods. As compared to the original mcthod& the updatc,d methods are equal in sensitivity to
the original methods.

Table 4. Results of the Analytical Methods Comparison for Benzene

MCL=5pg/.  Current PQL=5ug/L. DL’ =0.5 ug/l, Acceptance Limit! = 20% (10 pg/L) or
& 40% (<10 pg/L)
Methods Approved At Promulgation , Currently Approved Methods (141.24)
. MDL ° . | _ MDL
Method Technique (ne/L) Method Technigue (ug/L)
EPA 502.2! Purge and Trap GC 0.01 EPA 502.2° Purge and Trap GC 0.01
EPA 503.1" Purge and Trap GC 0.02 EPA 524.2% GC/MS 0.03 - 0.04*
EPA 524.1! GC/MS 0.1
EPA 5242 GC/MS 0.04
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t«Methods fof the Determination of Organic Compounds in Drinking Water,” EPA/600/4-88/039, December

1988. ' .

2epMethods for the Determination of Organic Compounds in Drinking Water--Supplement 11" EPA/600/R-95-
|| 131, August 1995. ' :

° ’l‘i':c MDLs of the original methods for this contaminant ranged from 0.2 - 0.5 pg/L. according 1o the July 1987

Federal Register notice promulgating NPDWRs for the VOCs (52 FR 25690). However, the 1988 methods

manual cited in footnote 1lists the MDLs shown above.

* Multiple method detection limit (MDL) values result from variability of reagents, instrumentation and/or

laboratory/analyst performance. 1

» Regulatory DLs for VOCs are listed at 40 CFR § 141.24(D(17)(3).

+ Acceptance limits for VOCs are listed at 40 CFR § 141.24(D(17)(1).

Results of the Analvsis of the WS Data

a. Method Usage Over Time

Figure 3 summarizes the distribution of the different methods used by the EPA and State
laboratories during WS studies 34 to 41. The category of “other” contains those methods that
were either unknown or otherwise unidentified by the participating laboratories. As shown in-
Figure 3, use of EPA 524.2 during WS 34 to 41 generally increased over time while use of EPA
502.2 decreased very slightly during the same-period. Overall, usage of EPA 524.2 remained
consistently dominant over that of EPA 502.2. Use of the original EPA Methods, 503.1 and

524.1, were not apparent during this period.

Figure 3. Distribution of Analytical Techniques by WS Study: Benzene
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b. Results of the PQL Analysis

The original PQL of 5 pg/L for benzene was determined by multiplying the regulatory
detection limit of 0.5 pg/L by a factor of 10 (52 FR 25700). To re-evaluate the PQL., multi-
laboratory performance data from WS 24 through 41 were reviewed. Table § summarizes the
results of these water studies, providing the study number, the spiked value for the WS sample,
the number of laboratory results, and the percentage of laboratories whose reported results fell
within the acceptance limits of & 20 percent for true values greater than 10 pg/l and + 40 percent
for true values lower than 10 pg/L (specified at 141.24(D)(17)(1)).

Table 5. Evaluation of Benzene Data from WS Studies Using the £ 20% or & 40%
Acceptance Limits (in Order of Increasing Concentration)

wsy | Spiked “True” # Results from EPA % Labs Passing + 20% % Labs Passing & 40%
Value (pg/L) and State Labs Acceptance Limits Aceceptance Limits
24 4.32 57 98.2
34 4.94 ‘ 60 100
27 7.09 38 160
36 7.49 -6l ‘ 160
39 | 939 43 | " 97.7
30 9.51 60 100
26 10.3 59 91.5
33 12.0 35 94.3
37 12.5 48 93.8
31 12.6 37 89.2
25 13.5 37 86.5
35 14.0 34 B 97.1
29 15.3 34 91.2
38 15.3 55 96.4
32 16.5 65 93.8
40 16.7 58 96.6
41 18.7 41 100

e aimesimmemsa—o_ss—————————— T . ) . .
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The overall data for benzene, as shown in Table 5, indicate that the passing rates for
laboratories fall well above the 75 percent criterion for establishing a revised PQL value. v
However, as shown in Figure 4, the PE data for benzene display different relationships with true
values concentration depending on the acceptance limits (20 or 40 percent). The data
representing laboratories passing the 40 percent acceptance limits plot a horizontal line and do
not contribute meaningfully to a PQL re-evaluation. For the laboratories passing the 20 percent
acceptance limits, the regression line demonstrates a positive slope, although a PQL re-
evaluation is also not possible because the true values exceed the current PQL. However, the
high percentages of laboratories passing around the current PQL of 5 pg/L suggest that the PQL

for benzene could possibly be lower. .

Figure 4. Two-part Distribution of Benzene WS Data
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Congclusion for Benzene

The method comparison results show that, since the promulgation of analytical methods
under the original NPDWR for benzene, two of these methods are no longer approved for
determination of this contaminant and method sensitivity has remained about the same.
Evaluation of the quantitative PE data shows that the laboratories conducting WS analyses
exhibited very high passing rates. Because the percentage of laboratories passing the PE testing
exceeds the 75 percent criterion, a re-évaluation of the PQL could not be performed using this
approach. But the high percentages of laboratories passing around the current PQL of 5 pg/L.
suggest that the PQL for benzene could possibly be lower.

Methods Support Document for Six-Yeur Review 17 ‘ Drafi - March 2002




Benzo(a)pyrene

Results of the Method Comparison

With the Phase V synthetic organic compounds (57 FR 31776), three approved methods were
listed for determination of benzo(a)pyrene in drinking water, including gas chromatography/mass
spectrometry (GC/MS) with liquid-solid extraction (LSE; EPA 525.1), high performance liquid
chromatography (HPLC) with liquid-liquid extraction (LLE; EPA 550), and HPLC with LSE
(EPA 550.1). Since this regulation was promulgated, the Agency has replaced the old GC/MS -
LSE method with an updated version, EPA 525.2. As shown in Table 6, EPA 525.2 is estimated
to be approximately 1.5 to 4 times more sensitive than the older methods in terms of its method

Table 6. Resulis of the Analytical Methods Comparison for Benzo(a)pyrene (Newly
Promulgated Methods Indicated in Bold)

MCL = 0.2 pg/L Current PQL = 0.2 pg/L DLA = 0.02 pg/L Acceptance Limit! = 2x8.D,

Methods Approved At Promulgation Currently Approved Methods (141.24)
Method chhﬁique MDL Meihod " ‘fechnique - MDL
rg/'L) (1g/L)
EPA 525.1' LSE, GC/MS 0.137 | EPAS550° LLE, HPLC ’ 0.029
EPA 550* LLE, HPL.C 0.029 EPA 550.1° LSE, HPLC 0.016
EPA 550.1° LSE, HPLC 0.016 EPA 525.2° LSE, GC/MS 0.032

* “Methods for the Determination of Organic Compounds in Drinking Whter,” EPA/600/4-88/039, December
1988. .

* “Supplement I to Methods for the Determination of Omganic Compounds in Drinking Water,”
EPA-600/4-90/020, July 1990, .

} “Supplement [1I to Methods for the Determination of Oiganic Compounds in Drinking Water,” EPA/G00/R-95-
131, August 1995,

4 Regulatory DLs for organic compounds are listed at 40 CFR §141.24(h)(18).

¥ Acceptance limits are listed at 40 CFR §141.24(h)(19)(D).

Results of the WS Data Analvsis

a. Method Usage Over Time

Figure § illustrates the distribution of the analytical techniques used by EPA and State
laboratories in WS studies 34 to 41. The "other" techniques shown in this figure include
unidentified, unknown, or unreported techniques. Figure 5 simply shows that, by the timoe of WS
study 38, EPA 525.1 was almost completely phased out and replaced with EPA 525.2 {which,
according to Table 6, is more sensitive). ’
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Figure 5. Distribution of Analytical Technigues by WS Study: Benzo(a)pyrene
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b. Results of the PQL Analysis

Water Study

The original PQL was estimated at 0.2 pg/L. (57 FR 31802) based on PE data compiled from
WS studies 23, 24, 26, and 27, The data used for the re-evaluation of the PQL were taken from
WS studies 24 through 41. Table 7 summarizes the results of these studies. The table provides
the WS study number, the spiked or *true value” for the WS sample, the number of laboratory
results, and the percent of laboratories passing the WS proficiency test for benzo(a)pyrene within
the acceptance limits. The acceptance limits were caleulated to be plus or minus two standard
deviations from the estimated mean recovery, as stipulated in CFR §141.24(h)(19)(D).

‘Table 7. Evaluation of PE Data for Benzo(a)pyrene from WS Studies Using 2 x S.D.
Acceptance Limits (in Order of Increasing Concentration)

WS # Spiked {(‘;?/'E;”)Value # Rcsugfsai;zogafg% and % Labs Passing Acceptance Limits
31 0.202 14 79
32 0.337 29 93
30 0.485 12 67
38 0.53 38 84
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| WS# Spiked €;§7£§,’)Valué # Resugf a{?ﬁ alf:} A and % Labs Passing Acceptance Limits
36 0.64 40 88
34 0.75 28 89
37 0.94 37 89
33 1.29 22 82
40 1.48 43 91
35 1.53 27 70
26 2.25 10 83
39 237 31 4
41 237 25 84
26 15.5 12 70

Figure 6 shows the plot of the bcn?o(a)pyrcnc data for WS 24 to 41, and the linear regression
line. There is no meaningful relationship in these data, in large part because the true values of
the samples are so high that a very large percentage of thc, labs passed all the PE series. Further,
only one PE sample approached the current PQL (WS 31), and these results (79 percent passing)
support the current PQL.
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Figure 6. PQL Evaluation from PE WS Data: Benzo(a)pyrene
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Conclusion for Benzo{a)pvrene

As noted.in the method comparison, a more sensitive method (EPA 525.2) has been approved
since the promulgation of benzo(a)pyrene, replacing an older and less sensitive version (EPA
525.1). The method usage evaluation shows that in recent years, a majority of EPA and State
laboratories in the PE studies have chosen to use this more sensitive method out of all the
approved methods for benzo(a)pyrene. The WS data do not afford a re-evaluation of the PQL,
and at best, support the current value. There is no clear evidence to support a change from the
current PQL of 0.2 pg/L.. The current PQL appears to be appropriate.

Beryllium

Resulis of the Method Comparison

With the Phase VI10Cs (57 FR 31776), EPA approved muinp]e analytical methods for
determination of beryllium in drinking water, including an atomic absorption—furnace (AATF)
method (EPA 210.2), an inductively coupled plasma atomic emission spectroscopy (ICP-AES)
method (EPA Methods 200.7) and ICP-mass spectroscopy method (ICP-MS) (EPA 200.8). EPA-
210.2 has since been removed from the approved list and replaced by four newer methods: EPA
200.9 (AAwplatform) and three voluntary consensus standard methods, including Standard
Methods 3113B (AA~furnace) and 3120B (ICP-AES) and ASTM Method D364S 93B
(AA—furnace). These methods are listed in Table 8. The MDLs of EPA Methods 200.7 and
200.8 do not present any improved sensitivity capa’ozimes However Method 200.9 is about five
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times more sensitive than the most sensitive method approved at the time of promulgation (EPA
200.7).

Table 8. Results of the Analytical Methods Comparison for Berylliom (Newly
Promulgated Methods Indicated in Bold)

MCL = 4 pug/L Current PQL = pg/L DL = 0.02.0.3 pg/L, Acceptance Limit! =% 15%
Methods Approved At Promulgation Currently Approved Methods (141.23)
Method Technique MDL ~ Method Technique MDL
\ (ug/L) (pe/L)
EPA 200.7 ICP-AES 0.1 EPA 200.7° ©ICP | : 0.3
EPA 200.8 ICP-MS 0.2 EPA 200.8% 1CP-MS 0.3
EPA 210.2} AA; Fumnace 0.2 EPA 200.9° AA; Platform 0.02
31138° AA; Furnace NIA*
31208° icp N/A*
D3645-938¢ AA; Furnace N/A*

! “Methods for Chemical Analysis of Water and Wastes (MCAWW), EPA/600/4-79-020, March 1983.
#“Methods for the Determination of Metals in Environmental Samples Supplement 1,” ERVG00/R-94/111, May
1994,
3 Standard Methods for the Examination of Waste and Wastewater, American Public Health Association, 1015
Fifteenth Street NW, Washington, DC 20005.
* Annual Book of ASTAM Standards, Vol. 11.01. American Society for Testing and Materials, 1961 Race Street.
Philadelphia, PA 19103,
 Regulatory DLs for inorganic compounds are listed at 40 CFR §141.23(2)(4)(i). These valuu; vary depending
on analytical method.
*MDLs are not specified for non-EPA (i.e., voluntary consensus slandard) methods.

* Acceptance limits are listed at 40 CFR §141 23(0)(3)(11) for inotganic compounds,

Results of the Analysis of the WS Data

a. Method Usage Over Time

The distribution of the analytical techniques used by the EPA and State laboratories in WS
studies 34 to 41 is shown in Figure 7. The category of "other” techniques include additional
methods used by participating laboratories, as well as “unknown” methods, i.¢., methods for
which laboratories did not report any information on the type of method used. As shown in
Figure 7, EPA Methods 200.7 and 210.2 were the most widely used methods in WS 34 and 35,
By WS 37, laboratories ceased to use EPA 210.2 and relied more on EPA 200.9. From W8 37 10 ‘
41, EPA Methods 200.7, 200.8, and 200.9 were most commonly used. The two 3000-series r
Standard Methods were used to a far lesser extent than these EPA methods. 3
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Figure 7. Distribution of Analytical Techniques by WS Study: Beryllium
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b. Results of the PQL Analysis

The current PQL (1.0 pg/L.) was originally determined using PE data from WS 24 through 27
(56 FR 60949). A PQL re-evaluation was attempted using more current data spanning WS 24 to
41. Table 9 summarizes the results of these water studies, providing the study number, the
spiked value for the WS sample, the number of results from EPA and State laboratories, and the
beryllium results evaluated using an acceptance limit of + 15 percent (as indicated at 40 CFR
§141.230)(3)Gi)). :

Table 9. Evaluation of Beryllium Data from WS Studies Using the 15% Acceptance
Limits (in Order of Increasing Concentration)

oo [sobearmr vy | PRI |
25b o400 20 70,0
26a : 0.530 ‘ 40 . 70.0
24a " 0.600 35 714
32 0.933 \ 60 | 733
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Ws# | Spiked “True Value (ugrly | FREUGEIOP PR | Lo e
39 1.20 .51 843
35 1.33 42 833
25a 2.00 24 91.7
41 2.58 : 46 91.3
31 327 , 33 ‘ 93.9
37 4.26 49 98.0
27 4.67 ' 24 75.0
34 5.33 60 90.0
40 6.60 ‘ 64 90.6
36 7.70 61 95.1
30 8.47 _ 49 91.8
33 9.07 39 84.6
29 9.76 25 80.0
38 10.1 63 90.5

26b 23.1 46 ‘ 84.8

The data in Table 9 seems to indicate that a linear relationship might exist between “true”
value concentration and percentage of labs passing. Furthermore, a PQL re-evaluation appeared
possible because the percentage of labs passing fell within the 75 percent criterion for some ‘
studies, and the true values from the water studies approximated the general range of the current
PQL. Visual evaluation of the laboratory passing percentages around the current PQL of 1 pg/L
indicate that this value is still appropriate and unlikely to change. The graph in Figure 8
illustrates this relationship between the spike concentrations and the laboratory passing rates. As
shown in Figure 8, the recalculated PQL of 0.71 pg/L., is slightly lower than the current PQL.
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Figure 8; Two-part Distribution of Beryllium WS Data:
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- Conclusion for B@yilium

The method comparison results indicate that EPA 200.9 is now the most sensitive method for
determination of beryllium in drinking water and its MDL has improved by five-fold over the
most sensitive MDLs achieved at the time of promulgation. EPA 200.7 was used more widely in
previous years but is less sénsitive. As revealed by the results of method usage over time, EPA
200.9 is the most commonly employed method for beryllium determination in recent PE studies.
These trends seem to imply a shift in analytical capabilities for beryllium determination toward
greater sengitivity. Thus, EPA and State laboratories are likely to reach lower detection limits
today compared to the year of NPDWR promulgation. The re-evaluation of the PQL using a
linear regression was caleulated to be 0.71 pg/L., a value close to the current PQL of 1 pg/L.
Although it may be possible to lower the PQL slightly based on more recent PE data, the current
PQL is still appropriate. '

Bis(z*ethylhexyl)phthalate

Results of the Method Comparison

At the time of the Phase V SOC promulgation (57 FR 31776), EPA Methods 506 and 525.1
were the only approved methods for the analysis of bis(2-ethylhexylphthalate (also known as
di(2~ethylhexylphthalate). Since that time, EPA 506, which uses LLE or LSE GC with PID, has
remained on the approved methods list while EPA 525.1, which utilizes LSE GC/MS, has been
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replaced by a more sensitive version, EPA 525.2. This increased sensitivity, however, is only
marginal, as evidenced by the similarity of their MDLs. Table 10 lists the approved methods,
techniques, and MDLs, during and after the time of rule promulgation.

Table 10. Results of the Analytical Methods Comparison for Bis(2-ethylhexyl)phthalate

(New Methods in Bold)

DL = 0.6 pg/l

MCL=6pg/lL.  Current PQL =6 pg/L Acceptance Limit’ =22 x 8.D.
Methods Approved At ‘Promulgation Currently Approved Methods (141.24)
Method Technique &%) Method Technique (1:1231{")
EPA 525.11 LSE, GC/MS 0.6 - 0.8*% EPA 525.2° LSE, GC/MS 0.46 - 7,9*
EPA 506* LLE or LSE, 225 EPA 506° LLE or LSE, GC w/ 2.25
GC w/ PID PID
! “Methods for the Determination of Organic Compounds in Drinking Water,” EPA/600/4-88/039, December
53}?1?:;1;835 for the Determination of Organic Compounds in Drinking Water, Supplement 1, EPA/600/4-90/020,
uly

Y“Methods for the Determination of Organic Compounds in Drinking WatcrwSuppiemcnt 1L EPA/GOO/R-95-
131, August 199s. .

Muluple method detection limit (MDL) values result from vanabxhw of reagents, mstrumemamn, andfor
laboratory/analyst performance.
* ch,ulatory DLs for organic compounds are listed at 40 CFR 141.24(h)(18)

 Acceptance limits for organic compounds are listed at 40 CFR 141.24(0)(19)(1)

Results of the Analysis of the WS Data

a. Method Usage Over Time

The distribution of the analylical methods used during WS 34 to 41 by participating EPA and
State laboratories are illustrated in Figure 9. The category of “other” represents any alternative or
unreported methods. As shown in Table 10, use of EPA 525.1 decreased significantly,
corresponding to the introduction of EPA 525.2 during WS 36. By W8 38, EPA 525.1 was no
longer used by any laboratories for analyzing bis(2-ethylhexyl)phthalate. Laboratories
overwhelmingly chose to use the LSE GC/MS technique (either EPA 525.1 or us replacement,
EPA 525.2) over EPA 506, which utilized the LLE or LSE GC with PID.
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Figure 9. Distribution of ‘Anaiytical Techniques by WS Study: Bis(2-
ethylhexylphthalate o
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b. Results of the PQL Analysis

PE data from WS 24 to 41 were compiled to re-evaluate the PQIL.. Table 11 shows the WS
number, the true value concentration, the number of participating laboratories, and the percent of
laboratories passing within acceptance limits. These limits were caleulated to be two times the
standard deviation, as stipulated in 40 CFR §141.24(h)(19)(i). Note that data were unavailable
for WS 25 and 28. : ‘

Table 11. Evaluation of Bis(2-ethylhexyl)phthalate Data from WS Studies Using 2 x S.D.
Acceptance Limits (in Order of Increasing Concentration)

W6 # Spiked “True” Value # Results from EPA and % Labs Passing .
(pe/l)- State Labs +2 x §.D. Acceptance Limits
24a , 3.18 ‘ 14 35.7
29 458 - 8 , 75
30 I 6.40 ' 15 | 60
26b 773 13 ' 692
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WS # Spiked “True” Value # Resu’ifs from EPA and % Labs Passing .
(ug/L) State Labs +2 x 8.D. Aceeptance Limits

32 9.28 27 ‘ 92.6

31 11.7 , 12 | 91.7

38 13,7 : 35 914

41 15.3 25 84

33 15.8 23 87

27 17.3 7 §5.7

36 18.3 . 39 92.3
24b 19.1 15 93.3

37 213 , 33 93.9

34 213 33 93.9

39 277 © 26 ‘ 'IOQ

40 324 38 89.5

26a 342 13 | 84.6

35 37.7 20 85

Using the data in Table 11, a linear regression was performed by plotting the percentage of
the laboratories passing for WS 24 to 41 (excluding WS 25 and 28) against the spiked value of
bis(2-ethylhexyl)phthalate (Figure 10). Simple visual examination of the graph shows that the
percentage of laboratories achieving acceptable results approximates 75 percent at a
concentration of 7.84 pg/L.. This concentration is higher than the current PQL of 6.0 p g/L., which
was originally estimated using PE data from WS 23, 24, and 27 (57 FR 60953).
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Figure 10. Two-part Distribution of Bis(2-ethylh¢:iyl)phthaiate WS Data
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Since the time of the Phase V SOC rule promulgation, EPA 5252 has replaced EPA 525.1. °
This new method provides a marginally greater degree of sensitivity. The EPA and State
laboratories have overwhelmingly chosen to use EPA 525.2 over any other available methods as
evidenced by the plot of method usage over time. The re-evaluation of the PQL using a linear
regression calculated from WS 244, 26b, 30 and 32 data showed that 2 new PQL could be
- derived. The re-evaluated PQL of 7.84 pg/L is higher than the original PQL of 6 pg/L (57 FR

31802). : v

Cadmium

Results of the Method Comparison

The 1991 NPDWRs for Phase II IOCs listed Atomic Absorption—-Furnace (AAF; EPA213.2)
and Inductively Coupled Plasma (ICP; EPA 200.7A) as approved analytical methods for the
determination of cadmium in drinking water (57 FR 31776). Since the promulgation of the rule,
these methods have been replaced by four new or updated methods; three EPA methods (EPA
Methods 200.7, 200.8, and 200.9), and one voluntary consensus standard method (Standard
Method 3113B). Table 12 compares the detection limits of approved methods during and after
promulgation of the NPDWR for cadmium and shows EPA 200.9 to be the most sensitive
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method for detecting cadmium in drinking water compared to all other original and current
methods. :

Table 12. Results of the Analytical Mecthods Comparison for Cadmium (Newly
Promulgated Methods Indicated in Bold)

MCL =5 pg/L Current PQL =2 pg/L DL = 0,1-1.0 pg/L Acceptance Limit’ == 20%
Moethods Approved At Promulgation Currently Approved Methods (141,23)

Method Technique MDL Méthod Technique MDL.~
(ng/Ly) {(pg/L)

EPA 200.7A’ ICP-AES 1 EPA 200.7* ICP-AES 1.0

EPA 213.2' AAF 0.1 * EPA 200.8° ICP-MS 05

EPA 200.9° AA; Platform 0.05
SM 3113B° AA; Furnace /IAY

! “Methods for Chemical Analysis of Water and Wastes (MCAWW),” BPA/600/4-79-020, March 1983,

2 “Methods for the Determination of Metals in Environmental Samples—-Supplement 1,” BIA/G00/R-94/111, May
1994, ' '

» 18™ and 19" editions of Standard Methods for the Examination of Water and Wastewater, 1992 and 1995,
American Public Health Association.

+ Regulatory DLs for inorganic compounds are listed at 40 CFR §141.23(a)(4)(i) and depend on analytical
method. .

¥ Acceptance limits are listed at 40 CFR §141.23(k)(3)(ii).

* MDLs for non-EPA methods are not specified.

Results of the Analysis of the WS Data

a. Method Usage Over Time

Figure 11 shows the distribution of analytical techniques used by EPA and State laboratories
for WS studies 34 to 41. The results for "other" techniques in this figure include the use of any
other technique identified by the laboratories participating in the WS study, as well as
“unknown” methods, i.e., methods for which laboratories did not report any information on the
type of method used. During WS 34 and 35, EPA 213.2 was the most widely used method for
determining cadmium in drinking water. By WS 36, its use was considerably diminished, but a
resurgence was seen in WS 38, only to be phased out in WS 39. Subsequently, EPA Methods
200.7, 200.8, and 200.9 were all used with relatively the same frequency by the participating -
laboratories in the PE studies. Use of SM 3113B lessened over the period between WS 36 and
41.
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Figure 11. Distribution of Analytical Techniques by WS Study: Cadmium
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b. Results of the PQL Analysis

The current PQL of 2.0 pg/l, was originally set using PE data from WS 22 through 25 (56 FR
3549). With the availability of more current data from WS 24 to 41, a PQL re-evaluation was
attempted. Table 13 summarizes the results of these water studies, providing the study number,
the spiked value for the WS samplc the number of results from EPA and State laboratories, and
the cadmium results evaluated using an acceptance limit of & 20 percent, as designated in 40
CFR § 141.23(k)(3)(ii)- ‘ v

Table 13. Evaluation of Cadmium Data from WS Studies Using the 20% Acceptance
Limits (In Order of Increasing Concentration)

WSt | Spiked “True” Valne ugy | FReugalom Ep and | % Lo Paeing L 06
38 212 62 85.5
35 2.80 , o 39 87.2
29 280 - : o34 88.2
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Ws# | Spiked “Trie> Value (u/Ly | *ROSHGETom BPAARD | e L e s
32 4.80 67 97.4
40 631 65 87.7
26b 9.20 ‘ 62 91.9
37 . 102 ' 51 : 980
24b 10.4 61 95.1
31 12.8 35 914
24a = 154 f 61 : 902
41 18.2 45 95.6
34 23.0 65 P 96.9
25 . 276 40 100
39 28.5 : 54 , 98,1
27 1 29.3 40 92,5
36 34.0 ' 66 © 985
30 39.0 . 66 ‘ 985
33 490 38 3 7.4
26a 53.9 62 , 96.8

The data in Table 13 were not adequate to perform a PQL re-evaluation. EPA’s preferred
format for evaluating a PQL is to develop a regression (or graphical analysis) using the true value
concentration and the percentage of laboratories passing the performance evaluation. The PQL is
then set at a concentration in which 75 percent of those laboratories pass, In this instance,
however, the participating laboratories passed the evaluation at an average rate of 93 percent,
well above the 75 percent criterion. Also, all of the spiked “true” valucs were well above the
original PQL of 2 pg/L.

Conclusion for Cadmium

A comparison of the analytical methods approved during and after the promulgation of the
NPDWR for cadmium show that the four current methods have sensitivities similar to, or slightly
better than, those of the original methods, with EPA 200.9 being the most sensitive (with an
MDL of 0.05 pg/L). Laboratories that participated in the PE water studies chose to utilize EPA
213.2 in the WS studies prior to WS 38 but then chose to utilize EPA Methods 200.7, 200.8, and
200.9 with similar frequency. Review and analysis of the PE data did not result in the estimation
of a new PQL because all of the EPA and State laboratories in the WS studies evaluated ,
surpassed the required 75 percent criterion typically used to determine a new PQL. In addition,
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all o;{‘ the WS spike concentrations were above the current PQL of 2 pg/L. However, laboratory
passing rates of greater than 85 percent at concentrations slightly above the current PQL suggest
that the PQL couid be lower.

Carbofuran

Results of the Method Comparison

At the pmmulgauon of the NPD'WRs for synthetic organic chemicals (56 FR 3552), one
analytical method (EPA 531.1) was approved for determination of carbofuran in drinking water.
Since that time, the sensitivity of EPA 531.1 has improved, as indicated by a lower MDL One
additional method Standard Method (8M) 6610, has been included as an approved method for

carbofuran analysis. Both current methods use the HPLC technique and have similar MDLs.
Table 14 summarizes the appr ovcd methods, both past and present, for determination of
carbofuran.

Table 14. Results of the Analytical Methods Comparison for Carbofaran (Newly
Promulgated Methods in Bold)

MCL =40 ug/l.  Current PQL =7 pg/L DL =0.9 pg/l Acceptance Limit' = 45%
Methods Approved At Prom ulgatien Currently Approved Methods (141.24)
Muethod Technique (1;\12/)11:) Method Technique ggn/{:)
EPA 531.1% HPLC 0.9 EPA 531.1% HPLC 0.52
SM 66107 HPLC - 0355

P sMethods for the Determoination of Orzanic Compounds in Drinking Water,” EPA/600/4-88/039, December
1988. ;
2 “Methods for the Determination of Omganic Compounds in Drinking Water--Supplement 11,7 BPA;’S(}OXR-%-
131, August 1995,
3 “Supplemcnt to the 18th edition of Standard Methods for the Examination of Wter and Wastewater,” 1994,
chulatory DLs for organic compounds are listed at 40 CFR § 141.24(h)(1 8).
¥ Acceptance limits for organic compounds are listed at 40 CFR § 141, 24(}1)(19)(;}

Results of the Analvsis of the WS Data

a. Method Usage Over Time

Figure 12 illustrates the methods chosen by EPA and State laboratories for carbofuran
analysis during WS PE studies 34 10 41. The category of “other” includes any unidentified or
unreported techniques used by participating laboratories. As shown in Figure 12, the
predominant method used by laboratories paﬁicipating in the WS studies is EPA 531.1. The
smallest percentage of labs using this method is 91.7 percent (in WS 37), mdmatmg wide usage
compared to SM 6610 or any other available methods.
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Figure 12. Distribution of Analytical Techniques by WS Study: Carbofuran
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b. Results of the PQL Analysis

The current PQL of 7 pug/L was derived from multiplying the interlaboratory method-
detection limit (IMDL) of 0.7 pg/L by a factor of ten (54 FR 22062). To conduct a PQL re-
evaluation, the numerical data from WS 24 to 41 were analyzed (though no data were available
for WS 28). Table 15 summarizes each WS result including the spiked (or “true”) value, the
number of participating laboratories, and the percentage of laboratories passing within the
specified acceptance limit for carbofuran (% 45 percent of the spiked value, as specified in 40
CFR §141.24(0)(19)()).

Table 15. Evaluation of Carbofuran Data from WS Studies Using the 45% Acceptance
Limits (in Order of Inereasing Concentration)

WS # Spiked “True” Value # Results from EPA and %o Labs Passing
(pg/L) State Labs & 45% Acceptance Limits
29 ¢ 4.00 - 10 100
30 578 26 92
32 7.67 36 94
31 11.3 | 14 | . 36
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%'WS ” Spiked “Trae” Value # Results from EPA and % Labs Passing
_(pe/l) State Labs & 45% Acceptance Limits
24a ' 15.6 11 ' 100° '
26b 17.5 ‘ 13 92 |
34 , 18.5 .- .43 ‘ 91
27 207 § | 88
25a 142 5 80
33 24.8 33 94
38 33.6 42 _ 95
26a - 363 o3 | 100
36 378 a7 o8
35 428 60 o9
41 N 29 : L
24b 44,5 , . 100
25D 483 ' 5 ‘ | 100
37 489 36 " 97
40 : 55.0 2 100
39 74.5 | 31 97

Re-evaluation of the PQL by a linear regression approach was not feasible using the data
shown in Table 15. The percentage of laboratories passing within the acceptance limit was well
above the 75 percent criterion historically used to calculate the PQL. Also, very few (e.g., only
WS 29, 30, and 32) of the above WS studies provided a sample with a true value concentration
near the original PQL. Because of these data limitations, the PQL could not be re-evaluated
using the historical linear regression approach. Instead, at concentrations approaching nearly half
‘of the current PQL, laboratories in WS 29 were observed to achieve a 100 percent passing rate,
implying strong analytical capabilities at a low concentration. This observation could have
implications for lowering the PQL. : '

Conclusion for Carbofuran

Since the time of promulgation of the original methods, one new method (SM 6610) has been
added for carbofuran analysis. The current EPA 531.1 is nearly twice as sensitive as the previous
version, and the plot of method usage over time illustrates that EPA 531.1 was the most.
commonly used method for the determination of carbofuran, Together, these facts imply that
analytical methods capabilities have improved over time. The PE data from WS studies 24 to 41,
however, were not useful for a PQL re-evaluation because of the extremely high number of
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laboratories passing within the accepted limit for carbofuran. While the high success rate of

laboratories at some low concentrations may present a potential argument for lowering the PQL.

from 7 pg/L, there are no data available to support changing the original PQL.

Carbon Tetrachloride

Results of the Method Comparison

In July 1987, the final NPDWR for eight Phase I VOCs approved the use of EPA Methods
502.1, 502.2, 524.1, and 524.2 for the determination of carbon tetrachloride in drinking water (52
FR 25690). The current approved methods for carbon tetrachloride determination are EPA
Methods 502.2, 524.2, and 551.1. Table 16 summarizes the MDLs for both the original and
currently approved versions of the methods. As shown in Table 16, the three new methods have
greater detection sensitivity than EPA 524.1 but not when compared to EPA 502.1.

Table 16. Results of the Analytical Methods Comparison for Carbon Tetrachloride (New

Methods in Bold)
MCL=5pug/LL Current PQL=5ug/l. DL'= 0.5 ug/L  Acceptance Limit’ = 20% (>10 pg/L) or
& 40% (<10 pg/L)
Methods Approved At Promulgation : ‘ Currently Approved Methods
’ 2
Method Technigue I\(’Ifigk> Method Technigue ?;g/llf;
EPA 502.1! Purge and Trap GC 0.003 EPA 502.2° Puorge and Trap GC 0.01 - 0.02
EPA 502.2 Purge and Trap GC 0.01 EPA 524.2° GC/MS 0.08 -0.2]
EPA 524.1" GC/MS T 0.3 EPA 551.1% LLE/GC with BECD 0.006 - 0.05
EPA 524.2' GCIMS 0.2

! “Methods for the Determination of Omanic Compounds in Drinking Water,” EPA/600/4-88/039, December
1988.

**“Methods for the Determination of Organic Compounds in Drinking Water--Supplement If1,” EPA/600/R-95-
131, August 1995.

° The MDLs of the original methods for this contaminant ranged from 0.2 - 0.5 pg/Ll. according to the July 1987
Federal Register notice promulgating NPDWRs for the VOCs (52 FR 25690), However, the 1988 methods
manual cited in footnote 1lists the MDLs shown above.

* Multiple method detection limit (MDL) values result from variability of reagents, instrumentation and/or
laboratory/analyst performance,

+ Regulatory DLs for VOCs are listed at 40 CFR § 141.24(H(17)

T Acceptance limits are listed at 40 CFR § 141.24(H(17)(1)
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Results of the Analysis of the WS Data

a. Method Usage Over Time

The distribution of the different methods used by the EPA and State laboratories during WS
studies 34 to 41 are shown in Figure 13. The category of “other” contains those methods that
were unknown or unidentified by the participating laboratories. As shown in Figure 13, EPA
Methods 524.2 and 502.2 are currently the preferred methods used by laboratories for
determination of carbon tetrachloride. Use of the original methods, EPA Methods 502.1 and
524.1, was not apparent over this time period; plotting data from studies prior to WS 34 might
reveal more information on the use of these methods.

Figure 13. Distribution of Analytical Techniques by WS Study: Carbon Tetrachloride
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b; Results of the PQL Analysis

The original PQL of 5 pg/L (52 FR 25700) for carbon tetrachloride was determined from PE
data from WS 8 to 11. Re-evaluation of the PQL was attempted using data from WS studies 24
through 41. Table 17 summarizes the results of these WS studies providing the study number,
the spiked value for the WS sample, the number of participating laboratories, and the percent of
‘laboratories passing the W8 proficiency test for carbon tetrachloride within the specified
acceptance limits for carbon tetrachloride (& 20 percent for a true value greater thanl0 pg/l., or =
40 percent for a true value lower than 10 pg/L as specified at 141.24(H{17)(1)).

y
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Table 17. Evaluation of Carbon Tetrachloride Data from WS Studies Using Either 20% or
40% Acceptance Limits (in Order of Increasing Concentration)

From Table 17, it can be concluded that the available PE data for carbon tetrachloride are
insufficient for a PQL re-evaluation. For the WS studies evaluated, the participating labs passed
the proficiency exams at a passing rates greater than the standard 75 percent acceptance criterion
used to determine the PQL. In addition, only one WS study (WS 24) had a concentration lower
than the current PQL. However, passing rates of greater than 96 percent at concentrations close
to the current PQL suggest that the current PQL of 5 pg/L could be possibly be lower

Conclusion for Carbon Tetrachloride

The method comparison results show that since the promulgation of analytical methods under
the NPDWR, three new methods (EPA Methods 502.2, 524.2, and 551.1) have replaced the two
original analytical methods (EPA Methods 502.1 and 524.1). While EPA 551.1 is the most
sensitive of the three currently approved methods, this method is not currently used by EPA or
State laboratories according to the available WS data. Instead, EPA 524.2, the least sensitive of

WS # Spiked “True” | # Results from EPA % Labs Passing % Labs Passing
Value (pg/L) and State Labs + 20% Acceptance Limits . | & 40% Acceptance Limits

24 456 56 96 '
34 6.27 60 ) 100
30 6.46 59 98
27 8.48 37 ' 97 |
31 8.69 36 ‘ ‘ | 100 l
40 8.90 57 : 98 '
25 9.18 . 37 95
29 10.4 36 81
35 10.8 34 88 l
36 12.6 59 ' 9T |
37 12.7 47 87
33 13.4 34 : 88
41 14.2 40 100 |
32 14.5 55 89 l
38 15.6 54 94 ’
26 16.7 59 ﬁ 85 l
39 19.2 42 83 ;

”

i
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the three current methods, has been the primary method of choice. The MDL of EPA 524.2

represents a mixed change in analytical methods, as it is more sensitive than EPA 524.1 but less

. gensitive than EPA. 502.1. Evaluation of the quantitative PE data showed that the majority of the
laboratories conducting WS analyses surpassed the 75 percent criterion. Because of the high
percentage of laboratories passing and a lack of spike samples at concentrations below the
current PQL, a re-evaluation of the PQL could not be performed using this approach. However,
high passing rates at values close 1o the current PQL of 5 pg/L suggest that a lower PQL is

possible. ‘ : '

Chlordane

Results of the Method Comparison

With the 1991 promulgation of the Phase Il Rule for SOCs, three analytical methods were
approved for the determination of chlordane in drinking water: EPA Methods 505
(GC/microextraction), 508 (GC/ECD), and 525.1 (LSE/GC/MS) (56 FR 3526). Since the
promulgation of this rule, EPA 525.1 was removed and EPA Methods 525.2 (LSE, GC/MS) and
5081 (GC/LSE/ECD) were added to the approved list. Table 18 lists detection limits for these

methods. Using the highest value of the range of MDLs reported, EPA Methods 508 and 508.1
are both approximately 30 times more sensitive than EPA 505. , ‘

Table 18. Results of the Analytical Methods Comparison for Chlordane (Newly
Promulgated Methods are Indicated in Bold)

Current PQL = 2 ug/L DLA = 0.2 ug/L

MCL = 2-pg/L Acceptance Limit’ =+ 45%
Methods Approved At Promulgation » Currently Approved Methods (i41.24}
Method .. Technique (fg?ﬁ) Method Tecﬁnique ' ‘ (idg!/);:)
BPA 505! GC, microestraction | 0.14 EPA 505 GC, microextraction - 04
EPA 508 GC with ECD 0.0015 | EPA 508 GC, ECD 1 0.00041 ‘- 0.0041%
EPA 525.1 LSE, GC/MS 2 EPA 508.1* | LSE, GC with ECD 0.001 - 0.004*
' EPA 525.2° LSE, GC/MS - 0.065 - 0.17*

I “Methods for the Determination of Organic Compounds in Drinking Water,” EPA-600/4-88/039, December
1988, ‘ ‘

2 «“Methods for the Determination of Organic Compounds in Dripking Water--Supplement 11,7
BPA/600/R-95-131, August 1995, ‘ N :

4 Regulatory DLs for organic compounds are listed at 40 CFR §141.24(h)(18),

 Acceptance limits for organic compounds are listed at 40 CFR §141.24(h)(1D(). o

* Multiple methiod detection limit (MDL.) values result from variability of reagents, instrumentation and/or
laboratorv/analyst perfonnance. ‘ :
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a. Method Usage Over Time

Figure 14 plots the distribution of analytical techniques used by EPA and State laboratories in
WS 34 to 41. The “other” techniques represent methods which were not specifically identified
by participating laboratories or were otherwise unknown. As shown in Figure 14, the majority of
laboratories used EPA Method 508 for determination of chlordane in WS 34 to 41, EPA 525.1,
which was used quite minimally in earlier WS studies, was replaced by EPA 525.2 during WS
36. Laboratories also began to employ EPA Methods 508.1 during WS 36. For WS 34 to 41,
EPA 505 consistently remained the second-most commonly used method after EPA 508,

Figure 14. Distribution of Analytical Techniques by WS Study: Chlordane
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b. Results of the PQL Analysis

The Agency derived the current chlordane PQL of 2 pg/L. by multiplying the detection limit
by a factor of ten (56 FR 3552). With the availability of recent PE WS data, efforts were made 1o
reassess the PQL using PE data from WS 24 to 41. Table 19 summarizes the data from these WS
studies, indicating the study number, the spiked or “true” value of the WS sample, the fiumber of
results from EPA and State laboratories, and the calculated percentage of laboratories whose
results successfully passed within federally designated acceptance limits for chlordane. These
acceptance limits are specified in 40 CFR §141.24(h)(19)(i) to be * 45 percent.
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Table 19. Evaluation of Chlordane Data from WS Studies Using the 45% Acceptance
Limits (in Order of Increasing Concentration) '

WS# | Spiked “Irue” Value (ug/l) | 7 ReSUE From BEA and Y R tamee Cimits,
29 0.833 B 25 , 88.0
242 1.32 ' 40 1 87.5
L 27 B 184 | 28 - 96.4
26a 270 39 94.9
3 2.96 N 36 889
41 ' L 2.90 4 95.]
25a 330 22 955
39 357 oM 95.1
30 420 49 93.9
37 444 46 93.5
24b 486 TR ' 85.0
31 : 516 ‘ 3 ' 83.3
32 533 56 83.9
34 726 . , 52 | . 904
38 8.20 s : 98.0
26b 9.60 : 39 ‘ 974
40 1.8 - 56 - 946
25b | 12.6 22 . 100
35 | 136 . 33 : 93,9
36 187 52 94.2

Table 19 shows that EPA and State laboratories consistently demonstrated high success rates,
surpassing the 75 percent criterion for all evaluated water studies. Therefore, a new PQL could
not be re-evaluated using this approach. Even at low spiked concentrations, including three
samples below the current PQL, well over 80 percent of participating laboratories successfully
determined results within the acceptance limits. This observation suggests the possibility that
laboratories may be capable of determining chlordane at levels below the current PQL. -
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Conclusion for Chlordane

The plot of method usage over time (from WS studies) indicates consistent use of EPA
Methods 508 and 505 over the duration of the selected studies, with laboratories favoring usage
of EPA 508. EPA 508 represents the most sensitive currently approved method (Table 18). It
appears that analytical capabilities for chlordane overall have improved since the time of
NPDWR promulgation. The available numerical WS data do not support a reassessment of the
PQL based on the 75 percent criterion, however, because the-passing rates of laboratories always
exceeded this value. Because such high passing rates were observed for some low spiked
concentrations (e.g., 88 percent laboratory success for a concentration 2.5 times lower than the
current PQL), it is possible that a lowered PQL might be appropriate. Fowever, the desired
quantitative reassessment of the PQL could not be performed using the historical approach.

Chromium

Results of the Method Comparison

In 1991, the Phase II rule for IOCs listed EPA Methods 218.2 (AAF) and 200.7 (ICP-AES) as
the approved methods for determination of chromium in drinking water (57 FR 31776). Since
that time, EPA 218.2 has been removed from the list of approved methods and four new methods
have been added: two EPA Methods (200.8, ICP/MS; and 200.9; AA/Platform); and two
Standard Methods (3113B, AA/Furnace; and 3120B, ICP). The sensitivity of the continuing
method, EPA 200.7, appears to have remained similar over time, while the newer method (EPA
200.9) exhibits approximately ten times the sensitivity of the prior methods. EPA 200.8 is
comparable in sensitivity to the old EPA 218.2. The detection limits of the Standard Methods are
not specified. Table 20 summarizes the MDL information for all current and former approved
methods.
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Table 20. Results of the Analytical Methods Comparison for Chromium (Newly
- Promulgated Methods in Bold)

MCL=100pg/L.  Current PQL=10pg/l, DL'=1-7pg/L * Acceptance Limit" =+ 15%
Methods Approved At Péom.uigation Currently Approved Methods {141.23)
Method " Technigue MDL Method " Technique MDL
- {pg/ly : ‘ (pe/L)
DA - 1 Inductively Counpled : s | Inductively Coupled |
EPA 200.7A Plasmn 1.0-7.0% | EPA 200.7 Plasma 4.0
EPA 218.2? AA; Furnace 1.0 EPA 200.8° ICP-MS 0.9
' EPA 200.9° ~ AA; Platform 0.1
SM 3113B¢ AA; Furnace N/A®
' - 4 Inductively Coupled o
SM 31208 Pl N/A

! “Inductively-Coupled Plasma Atomijc Emission Analysis of Drinking Witer,” Appendix to Method 2007,
March 1987, U.8. EPA, Environmental Monitoring and Support Laboratory, Cincinnati, OH 45268.

% “Methods for Chemical Analysis of Water and Wastes (MCAWW),” EPA/600/4-79-020, March 1983.

> “Methods for the Determination of Metals in Environmental Samples Supplement L” EI/600/R-94/111, May
1994, ' . .

* Standard Methods for the Examination of Water and Wastewater. American Public Health Association, 1015
Fifteenth Street NW, Washington, DC 20005. . ‘

* Multiple method detection limit (MDL) valaes result from variability of reagents, instrumentation, and/or
laboratory/analyst performance. ‘ '

{l # Regulatory DLs for inorganic compounds are listed at 40 CFR §141.23(a)(4)(D). The value may vary depending
on analytical technique. ‘ ‘ v

¥ Acceptance limits are listed at 40 CFR.§14 1.23(k)(3)(ii) for inorganic compounds.

® N/A = not available. MDLs are not specified for non-EPA methods,

Results of the Analvsis of the WS Data

a. Method Usage Over Time

The distribution of analytical methods used by participating laboratories from WS 34 to 41 is
shown in Figure 15. The results for "other" techniques in this figure include the use of any other
technique identified by the laboratories participating in the WS study, as well as “unknown”
methods, i.e., methods for which laboratories did not report any information on the type of
method used. During WS 34.and 35, EPA Methods 200.7 and 218.2 were the most widely used
among laboratories participating in the PE studies. By WS 36, EPA 218.2 was no longer in use.
Overall, EPA 200.7 remained the most commonly uséd method during WS 34-41. Voluntary

- consensus standard methods SM 3120 and SM 3113B were also used in many WS studies.
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Figure 15. Distribution of Analytical Techniques by WS Study: Chromium
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b. Results of the PQL Analysis

The current PQL of 10 pg/L was derived using earlier PE data from WS 24 through 27 (56
FR 3549). For the PQL re-evaluation, data were taken from a broader range of studjes, including
more recent PE data (WS 24 to 41). The results of these water studies, providing the study
number, the spiked value for the WS sample, the number of results from EPA and State ,
laboratories, and the reported results evaluated using an acceptance limit of = 15 percent :
(§141.23(k)(3)(i1)) are summarized in Table 21. '

Methods Support Document Jor Six-Year Review 44

’ - Draft - Maveh 2002




Table 21. Evaluation of Chromium Data from WS Studies Using the 15% Acceptance
Limits (In Order of Increasing Concentration) '

— Spiked “True” Value (ug/Ly | # Results fm;?affA and State %;ﬁg f;arfgini%ifn ;é%

34 116 65 | . 93.8
252 . 1500 41 927
39 23.9 s 040
24b 255 | 62 90.3 -
36 37.8 65 95.4
260 502 | 64 | 95.3
41 55.5 47 o 100
256 | 600 SR | 952
32 - 68.1 67 - 95.5
37 72.9 51 98.0
27 753 35 94.3
31 | §1.6 38 92.1
40 909 s , 96.9
26b | 94.6 6 | 93.8
29 n | 33 _ §7.9
35 119 43 ‘ 907
24a 127 62 | $8.7
38 148 6 . 95.5
33 o 150 | 35 914
30 200 66 93.9

A re-evaluation of the PQL could not be performed using the available PE data in Table 21.
To conduct a graphical PQL analysis requires laboratory success rates ranging below the 75
percent criterion, which participating laboratories consistently surpassed (achieving a passing rate
of greater than 87 percent for all the WS studies evaluated). Furthermore, the spiked
concentrations used in each water study were above the original PQL (10 pg/L).
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Conclusion for Chromium

The method comparison results indicate that some methods approved after the promulgation
of the Phase IT Rule are more sensitive than the original methods (one of which was
discontinued). Currently the most sensitive method is EPA 200.9 (AA~furpace). However,
according to the plot of method usage over time, EPA 200.7 (ICP-AES) consistently has
remained the most frequent choice for EPA and State laboratories, and the MDL of this method
has not changed significantly. These facts suggest no significant alteration to the analytical

capabilities of laboratories. Using the designated + 15 percent acceptance limit, the evaluation of

recent WS data revealed that these data are outside a range that would allow for a re-evaluation
of the PQL. Thus, the PE data continue to support the existing PQL of 10 pg/L.

1,2-Dibromo-3-chloropropane (DBCP)

Results of the Method Comparison

The NPDWR for DBCP, a Phase 1I SOC, listed EPA 504 (GC with microextraction) as the
only approved method for determination of this compound (56 FR 3526). Since then, EPA has
replaced this method with an updated GC-microextraction method, EPA 504.1, and added a new
technology, LLE/GC with ECD (EPA 551.1). Table 22 summarizes the approved methods at
promulgation and currently approved methods. EPA 504.]1 has an MDL roughly equal to the

lowest MDL of the original EPA 504, and the MDL of the other new method, EPA 551.1, is less
sensitive. .

Table 22. Results of the Analytical Methods Comparison for DBCP (Newly Promulgated
Methods are Indicated in Bold) :

MCL = 0.2 pg/L Current PQL = 0.2 pg/L DLA = 0,02 pg/L Acceptance Limil" = & 40% ‘
Methods Approved At Promulgation Carrently Approved Metﬁods {141.24)
Method Teéhnique ?:g/’f; Method Technique ?&gﬁ;
EPA 504" Microextraction, GC | 0.01-0.2 | £PA 504.1° Micreextraction, GC 0.01
EPA 551.1 | - LLE/GC with ECD 0.14 - 0.5*

! “Methods for the Determination of Omganic Compounds in Drinking Water,” EPA-600/4-88/039, December
1988.

* “Methods for the Determination of Ormanic Compounds in Drinking Water--Supplement [11,»

EPA/600/R-95-131, August 1995. '

4 Regulatory DLs for organic compounds are listed at 40 CFR §141.24(h)(18). '
Acceptance limits for organic compounds are listed at are listed at 40 CER §141.24(0)(19)X(0).

* Multiple method detection limit (MDL) values result from variability of reagents, instrumentation and/or
laboratory/analyst performance,
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~ Results of the Analysis of the WS Data
a. Method Usage Over Time

Figure 16 is a plot of the distribution of analytical techniques used by EPA and State
laboratories in WS 34 to 41, The “other” techniques represent methods that were not specifically
identified by participating laboratories or were otherwise unknown. As shown in Figure 16, the
" majority of laboratories used EPA 504.1 during WS studies 34 to 41. The other recently
approved method, EPA 551, was only used minimally during WS 36 to 39. Participating
laboratories chose “other” methods approximately 10 to 15 percent of the time.

Figure 16. Distribution of Analytical Techniques by WS Study: DBCP
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b. Results of the PQL Analysis

For DBCEP, the original PQL of 0.2 pg/L. was derived by multiplying the detection limit of
0.02 ug/L. by a factor of ten (56 FR 3551). Recent PE data from WS 26 to 41 have enabled EPA
to attempt a reassessment of the PQL. Table 23 summarizes the data from these WS studies
(except WS 28 and 33 which did not contain data), indicating the study number, the true value of
the WS sample, the number of results from EPA and State laboratories, and the calculated
percentage of laboratories whose results successfully passed within the 40 percent acceptance
limits for DBCP.
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Table 23. Evaluation of DBCP Data from WS Studies Using the = 40% Acceptance Limits
(in Order of Increasing Concentration)

WS# | Spiked “True” Value (ugy | #Results from EPA and [ vndimes mbnig
36 0.196 50 92.0
32 0.233 24 95.8
39 0.246 , 36 | 91.7
37 0286 . 4 88.1
34 0.363 | 45 88.9
38 0.429 ' 48 97.9
41 0.451 ‘ 34 - , 100
40 0527 50 98.0
35 0.589 29 93.1 }
27 0.653 18 88.9
29 0.980 39 949
26 R 35 | 88.6
3] 1.78 44 | 97.7
) 30 2.65 24 91,7

5

Based on the data in Table 23, a revised PQL value could not be estimated because the
passing rate of participating laboratories surpassed the 75 percent criterion needed, Also, the true
values of the spiked samples in all but one study (WS 36) were greater than the existing PQL,
limiting potential conclusions regarding a lower PQL. Therefore, a regression analysis was not
performed. However, high passing rates at concentrations around the current PQL of 0.2 pg/l.
are suggestive of a change in the PQL.

Conclusion for DBCP

The MDL of EPA 504.1, a GC-microextraction technique, has not changed substantially
since the promulgation of the NPDWR for DBCP. According to recent WS study data,
laboratories have elected to use EPA 504.1 more often than EPA 551.1. These observations
imply that detection limits for the overall contaminant have remained fairly constant over time.
Using the data compiled from WS 26 to 41, the current PQL was reassessed. However,
laboratories in all studies surpassed the 75 percent passing rate used in a PQL re-evaluation, such
that a regression analysis was not attempted. Furthermore, the true value concentrations
exhibited in almost all of the studies were higher than the current PQL, meaning that the effecis
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 of lower POL could not be determined. Although, the available PE data were not suitable to
recalculate a new PQL, the high passing rates are suggestive of a change in the PQL.

1,4-Dichlorebenzene (para-dichlorobenzenc)

Results of the Method Comparison

With the promulgation of the final rule for Phase I VOCs in July 1987 (52 FR 25690), five
approved methods were listed for the determination of 1,4-dichlorobenzene (also known as para-
dichlorobenzenc) in drinking water: EPA Methods 502.1, 502.2, 503.1, 524.1, and 524.2. Since
the promulgation of this rule, the Agency has removed EPA Methods 502.1, 503.1, and 524.1
from the list of approved methods. Table 24 summarizes the original and current methods and
their MDLs. ‘

Table 24. Results of the Analytical Methods Comparison for 1,4-Dichlorobenzene

MCL =75 pg/l.  Current PQL = S5ug/l. DL =05 pg/L Acceptatice Limit! = 20% =10 pg/L) or

7 & 40% (<10 pp/L)
Methods Approved At Promulgation. Currently Approved Methods (141.24)
TN O . .
Method Téchniqxxe ?:g,li) M‘gthod : . Technique ?:glllj;
EPA 502.1° Purge and Trap GC N EPA 502.2* Purge and Trap GC 0.05-0.29
EPA'502.2' | Purgeand Trap GC | -~ 001 | EPA 52427 GOMS 0.03 - 0.04

EPA 503.1° Purge and Trap GC | 0.006

EPA 524.1' GO/MS 2.0

EPA 524.2 GC/MS 0.03

1 “Methods for the Determination of Organic Compounds in Drinking Water,” EPA/600/4-88/039, December
1988, '

? «Methods for glse Determipation of Organic Compounds in Drinking Water—-Supplement 111" EPA/600/R-95-
131, August 1995. . S

® The MDLs of the original methods for this contaminant ranged from 0.2 - 0.5 pg/L. according to the July 1987
-}l Federal Register notice promulgating NPDWRs for the VOCs (52 FR 25690). Howeves the 1988 methods

N manual cited in footnote 1lists the MDLs shown above. v

* Multiple method detection limit QMIDL) values result from variability of reagents, instrumentation and/or
laboratory/analyst performance. .

» Regulatory DLs for VOCs are listed at 40 CFR § 141.24(5)(17)

t Acceptance limits for organic compounds are listed at 40 CFR § 141.24(H(17)(1)

* Not determined
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Results of the Analysis of the WS Data
a. Method Usage Over Time

The distribution of different methods used by EPA and State laboratories durihg WS 34 10 41
is charted in Figure 17. The category of “other” methods includes those methods that were

unknown or otherwise unidentified by the participating laboratories. During WS 34 to 41, the |

use of EPA 524.2 increased while use of EPA 502.2 diminished slightly.

Figure 17. Distribution of Analytical Techniques by WS Study: 1,4~
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b. Results of the PQL Analysis

The original PQL of 5 pg/L for 1,4-dichlorobenzene was determined by using PE data from
Water Supply Studies 8 to 11 (50 FR 46880). For the six-year regulatory review, more recent
WS data were compiled to provide a more accurate, updated assessment of laboratory
capabilities. Hence, data from WS studies 24 to 27 and 29 to 41 were used to attempt to re-
evaluate the PQL. Table 25 summarizes the available PE data by providing the study number,
spiked value for the WS sample, sumber of laboratory results, and percentage of laboratories -
passing the proficiency test within the acceptance limits, meaning their reported results fall
within the designated acceptance limits for a particular contaminant. The acceptance limits for
1,4-dichlorobenzene are * 20 percent for a true value greater than 10 pg/L, or =+ 40 percent for a
truc value lower than 10 pg/L (as specified at 40 CFR § 141.24(HA7)1). ‘
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Table 25. Evaluation lof' 1,4-Dichlorobenzene Data from WS Studies Using the £ 20% or %
40% Acceptance Limits (in Order of Increasing Concentration)

we# | Spiked“True” | #Resultsfrom EPA | % Labs Passing£20% | % Labs Passing & 40%
Value (ug/L) and State Labs Aceeptance Limits Acceptance Limits

24 250 s1 96.5

34 5.78 - 59 E 100

29 6.60 | 34 | 971

37 7.31 47 ' 95.7

31 940 36 972

27 9.58 38 S | 100

40 11.6 57 87.7

36 11.9 60 95.0

32 13.6 61 93.4

38 14.2 54 55.6

26 146 60 933

33 15.1 33 : 87.9

41 15.8 42 %9

30 | 161 58 “ 84.5

35 16.7 33 : | 97.0

39 17.8 _ C 42 TS

25 20.8 , 37 83.8

Because a very large percentage of EPA and State laboratories passed the proficiency test
within the bounds of the designated acceptance limits, the PQL could not be determined using
the historical 75 percent criterion. Therefore, a regression analysis could not be conducted,
However, the high passing rates suggest that the PQL could be lower. '

Conclusion for 1.4-Dichlorobenzene

Since the promulgation of the NPDWR for 1,4-dichlorobenzene, the two analytical methods
approved in 1987, EPA Methods 502.2 and EPA 524.2, are still approved for use today but are
hiot more sensitive. According to the distribution of analytical methods usage over time, EPA
524.2 was more widely used than EPA 502.2 during WS 34 to 41. Upon review of the WS data,
a high percentage of laboratories successfully passed the proficiency tests, preventing a graphical

Methods Support Document for Six-Year Review 51 o Draft - March 2002




estimated assessment of the PQL at the 75 percent passing rate. Although the available PE data
are insufficient to recalculate the PQL, high passing rates are suggestive of a change in the PQL..

1,2-Dichloroethane

Results of the Method Comparison

The approved drinking water methods for the determination of 1,2-dichloroethane, a Phase I
VOC (52 FR 25690). These methods all utilize GC or GC/MS with several extraction and/or
detector variations: EPA Methods 502.1, 502.2, 503.1, 524.1, and 524.2. Since promulgation of
these original methods, the Agency has removed EPA Methods 502.1, 503.1, and 524.1 from the
list of approved methods, and has continued to approve the use of EPA methods 502.2 and 524.2.
Table 26 summarizes the current and previous EPA methods along with their MDLs.

Table 26. Results of the Analytical Methods Compar‘isén for 1,2-Dichloroethane

MCL=5ug/l, Current PQL =5ug/l. DL'=05pg/l.  Acceptance Limit’ == 20% (>10 Qg[L) or

* 40% (<10 pg/Ly
Methods Approved At Promulgation Currently Approved Methods
Method " Technique %I;/Ii'f Method Technique {??g?l%)

EPA 502.1! Purge and Trap GC 0.002 - EPA 50227 Purge and Trap GC 0.07
EPA 502.2! Purge and Trap GC 0.03 EPA 524.2* GCIMS 0.06
EPA 503.1' | Purge and Trap GC o '

EPA 524.1" GC/MS 02

EPA 524.2' GC/MS 0.06

! “Methods for the Determination of Osganic Compounds in Drinking Water,” EPA/600/4-88/039, December
1988. ‘

2 “Methods for the Determination of Omganic Compounds in Drinking Water--Supplement UL” EPA/GO0/R-95-
131, August 1995.

*The MDLs of the original methods for this contaminant ranged from 0.2 - 0.5 pg/L according to the July 1987
Federal Register notice promuigating NPDWRs for the VOCs (52 FR 25690). However, the 1988 methods
manual cited in footnote 1lists the MDLs shown above, _

* Multiple method detection limit (MDL) values result from variability of reagents, instrumentation and/or
laboratory/analyst performance.

» Regulatory DLs for VOCs are listed at 40 CFR § 141.24(H(17).

1 Acceptance limits are listed at 40 CFR § 141 .24(D(17)(1)
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Results of the Analysis of the WS Data

a. Method Usage Over Time

The types of methods used over time by the EPA and State laboratories during WS studies 34
to 41 are illustrated in Figure 18. The results for “other” téchniques in this figure include any
unknown or unreported methods. Using Figure 18, it is apparent that laboratories have
increasingly relied on EPA 524.2 over EPA 502.2 to analyze for 1,2-dichloroethane, The
percentage of labs using EPA 502.2 has steadily declined while EPA 524.2 has experienced an
increase in use over the time period between WS studies 34 and 41. '

Figure 18. Distribution of Analytical Techniques by WS Stud}}: 1,2&)iéhlﬂmethanc

1,2-Dichloroethane

80% -

70% : - - ' -

80%

50% -

5242
m502.2,
‘mother ;

A40% -

30% |-

% Labs Using Method

20% 4~

10%

WS 34 WS35 WB36 WS37 WS 38
Water Study

0%

b. Results of the PQL Analysis

. -The old PQL of 5§ ug/L (52 FR 25700) for 1,2-dichloroethane was established by using the

data from WS PE studies 8 to 11. To re-evaluate the PQL, data were taken from WS 24 to 41
(note that data was unavailable for WS 28). This data, including the study number, the spiked or
“true” value for the WS sample, the number of laboratory results, and the percent of laboratories
passing within the accepted limits of = 20 percent for a spiked value of > 10 pg/L and = 40
percent for a spiked value of < 10 pg/L, are compiled and illustrated in Table 27.
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Table 27. Evaluation of 1,2-Dichloroethane Data from WS Studies Using Either 20% or
40% Acceptance Limits (in Order of Increasing Concentration)

ws# | Spiked “True” | # Results from EPA % Labs Passing % Labs Passing
Value (pe/L) and State Labs + 20% Acceptanee Limit £ 40% Acceptance Limit
27 4.38 37 : 100
30 7.69 59 98
36 9.00 59 100
31 9.25 36 100
26 10.8 : 39 95
34 12.1 60 98
29 12.9 34 79
24 13.2 36 : 89
37 13.2 47 | ‘ 81
32 13.3 | 63 94
41 13.7 41 | 93
35 14.1 34 94
25 15.5 38 90
38 15.6 54 93
40 15.6 | 57 , 88
33 16.9 | 35 | 97
39 17.6 42 86

As shown in Table 27, the percentage of laboratories passing the acceptance limit averaged
over 90 percent which is well above the 75 percent passing criterion selected to determine the
PQL. Also, the spiked (or “true”) values which the laboratories received were higher than the
original PQL of 5 pg/L. (with the exception of W8 27). Therefore, recalculation of the PQL
could not be performed with these data. However, the high passing rates at concentrations close
to the current PQL suggest that the PQL could be lower.

Conclusion for 1.2-Dichloroethane

Two new methods (EPA Methods 502.2 and 524.2) have been approved for the
determination of 1,2-dichloroethane since promulgation of analytical methods under Phase 1.
One of the original methods, EPA 502.1, had the greatest detection sensitivity of the five
methods mentioned but is currently not approved for analysis. The method usage evaluation
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shows that, of the two currently approved methods, EPA 524.2 has steadily become the more
preferred method of analysis by laboratories. Based on an analysis of the WS data, there are not
enough appropriate data to conduct a reassessment of the PQL. However, high laboratory
passing rates at concentrations close to the PQL 5 pug/L are suggestive of a change in the PQL.

1,1-Dichloroethylene
Results of the Method Comparison

The analytical methods approved for the determination of 1,1-dichloroethylene under the
NPDWRs for Phase I VOCs include EPA Methods 502.1, 503.1, and 524.1 (52 FR 25899).
Since the promulgation of the rule in 1987, the Agency has added EPA 245.2, to the list of
approved methods. The currently approved methods for 1 1—d10hloroethylene determination are
EPA Methods 502.2 and 524.2. Table 28 summarizes the MDLs for both the original and current
approved versions of the methods.’

Table 28. Results of the Analytxcal Methods Comparison for 1,1 Dxehlomethylene (Newly
' Promulgated Methods Indicated in Bold)

MCL =7 pg/l.  Current PQL=5pug/l. DL’ =0.5 pg/L Acccymnce Limith =% 20% (>10 pg/L) or
: & 40% (<10 pg/L)

Methods Approved At Promulgation . Currently Approved Methods
Method | "I‘echniqué : MbL | Method Technique ‘ MDL
o (ug/L) - (p/L)
EPA 502.1} | Purge and Trap GC 0.003 EPA 502.2* | . Purge and Trap GC 0.07
EPA 503.1' | Purge and Trap GC 0.2-0.5 EPA 524.2% GC/MS 612
EPA 524.1' GC/IMS 02 '

P “Methods for the Determination of Organic Compounés in Drinking Water,” EPA/600/4-88/039, December
1988,

2 “Methods for the Determination of Organic Compounds in Drinking Water--Supplement I11,” EPAXG()OKR—QS»
131, August 1995, .

® The MDLs of the orwmai methods for this contaminant ranged from 0.2 - 0.5 ;ML according to the July 1987
Federal Register notice promulgating NPDWRs for the VOCs (52 FR 25690). However, the 1988 methods
manual cited in fooinote ists the MDLs shown above.

* Multiple method detection limit (MDL) values result from varjability of reagents, mslrumentatlon andim
laboratory/analyst performance.

s+ Regulatory DLs for organic compounds are listed at 40 CFR § 141.24(D(17).

T Acceptance limits for VOCs are listed at 40 CFR § 141.24(0(17D(0).
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Results of the Analysis of the WS Data
a. Method Usage Over Time

Figure 19 shows the distribution of analytical techniques used by EPA and State laboratories
for WS studies 34 to 41. The results for "other” techniques in this figure include the use of any
other techmque identified by the laboratories participating in the WS study, as well as
“unknown’ methods, i.e., methods for which laboratories did not report any information on the
type of method used. As shown in Figure 19, EPA 502.2 was used less as EPA 524.2 was used
to most often (as shown from WS 34 to 41).

Figure 19. Distribution of Analytical Techniques by WS Study: 1,1-
Dichloroethylene
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b. Results of the PQL Analysis

The current PQL of 5 pg/L was originally set using previous PE data (54 FR 22102), With
the availability of more current data from WS 24 to 41, a PQL re-evaluation was attempted.
Table 29 summarizes the results of these studies, including the study number, the spiked (or
“true”) value for the sample, the number of laboratory results, and the percent of laboratories
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passing the WS proficiency test for 1,1-dichloroethylene within the acceptance limits. The
acceptance limits were calculated as & 20 percent for a spike value of >10 pg/L and =+ 40 percent
for a spiked value of <10 pg/L (as specified at 40 CFR §141.23(H(17)(1)).

Table 29. Evaluation of 1,1-Dichloroethylenc Data from WS Studies Using Either 20% or
- 40% Acceptance Limits (in Order of Increasing Concentration)

WS # Spiked “True” # Results from EPA 7o Labs Passing & 20% %o Labs Passing & 40%
Value (ug/L) and State Labs Aceeptapce Limits Acceptance Limils
41 525 41 - 1 | 97.6
24 536 | 57 , 87T
26 6.64 60 ‘ ' 95.0
31 7.02 © 37 ' | 97.3
34 764 | 60 983
36 8.49 . : 60 983
2 9.13 63 | 100
27 9.45 37 892 -
29 11.7 35 _ 74.3
38 11.7 - 56 : 19.6
39 12.4 43 79.1
33 129 33 ' 75.8
35 13.9 : 35 , 88.6
30 14.2 - 45 : 77.8 .
25 14.9 38 94.7
37 16.5 48 | 83.3
40 18.3 58 ‘ 86.2

The data from the available PE studies were not conducive to PQL re-evaluation, as the
percentage of labs passing generally exceeded the standard 75 percent passing criterion needed to
estimate the PQL using the graphical approach (with the exception of two studies). However,
high laboratory passing rates for those spike concentrations just above the PQL of 5 pg/L suggest
that the PQL could be lower,

s
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Conclusion for 1,1-Dichloroethylene

The method comparison results indicate that EPA 502.2 is now the most sensitive method for
determination of 1,1-dichloroethylene in drinking water, As revealed by the results of method
usage over time, EPA 524.2 is the most commonly employed method for 1,1-dichloroethylene
determination in recent PE studies. Based on the evaluation of more recent quantitative PE data,
a recalculation of the PQL is not possible. However, the high laboratory passing rates for a
couple spike samples with concentrations slightly above the current PQL of 5 pg/L suggest that
the PQL could change. ‘ '

Dichloromethane (methylene chloride) |

Results of the Method Comparison

At the promulgation of the Phase V rule for VOCs (57 FR 31776), four analytical methods
were approved (EPA Methods 502.1, 502.2, 524.1, and 524.2) for the analysis of
dichloromethane (also known as methylene chloride). Since that time, EPA Methods 502.1 and
524.1 have been removed from the approved list, leaving EPA Methods 502.2 and 524.2 as the
remaining currently approved methods; no new methods have been introduced. Table 30
provides descriptions of the methods and their MDLs, The MDLs of the two current methods
remain unchanged from their values at the promulgation of the rule.

Table 30. Results of the Analytical Methods Comparison for Dichloromethane

MCL=5pg/L CurrentPQL=5pg/l.  DL*=05pg/l.  Acceptance Limif' = 20% (>10 pg/L) or

‘ & 40% (<10 pg/L)

Methods Approved At Promulgation 1 Currently Approved Methods (141.24) v
Method Technique MDL Method Technique . MDL

(rg/L) (rg/L)
EPA 502.1' Purge and Trap GC |~ unknown EPA 502.2° | Purge and Trap GC 0.02
EPA 502.2! Purge and Trap GC 0.02 EPA 52427 _ GC/MS 0.03

EPA 524.1" GC/MS 0.13 - 0.25%
EPA 524.2! GC/MS 0.03
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1 «“Methods for the Determination of Organic Compounds in Finished Drinking Water and Raw Source Water,”
Junc 1985. . ‘

2 «pethods for the Determination of Organic Compounds in Drinking Water--Supplement 111,” EPA/600/R-95-
131, August 1995, , ‘ v ,

» Regulatory DLS for organic compounds are listed at 40 CFR 141.24(f)(17).

t Acceptance limits for VOCs are listed at 40 CFR 141.24()(17)(D)- S

a Multiple method detection limit (MDL) values result from variability of reagents, instrumentation, and/or
laboratary/analyst performance. : ' : ' e

Results of the Analysis of the WS Data
a. Method Usage Over Time .

The distribution of methods used over WS studies 34 to 41 is illustrated in Figure 20, The
designation “other” includes all unknown and unreported methods. As illustrated in Figure 20,
EPA 524.2 was the predominant method used in these WS studies. Since WS 35, EPA 524.2 has
steadily increased in its usage, experiencing only a slight decrease in WS 41. Even though EPA
502.2 features slightly better sensitivity than EPA 524.2, laboratories favored EPA 524.2, which
utilizes GC/MS, . , , :

Figure 20. Distribution of Analytical Techniques by WS Study: Dichloromethane
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b. Results of the PQL Analysis’

Table 31 summarizes the results of the data from WS 24 to 41 for the use in the PQL re-
evaluation. Note that data for WS 24, 25, 27, 28, 30, and 31 are not available for this analysis.
Table 31 includes the WS number, the spiked “true” value, number of labs that participated in the
studies, and the percentage of those passing within the acceptance limit designated for
dichloromethane (+ 20 percent if spiked “true” value is > 10 pg/L or £ 40 percent if the spiked
“true” value is < 10 pg/L specified at 141.24()(17)(1)). i

Table 31. Evaluation of Dichloromethane Data from ‘WS Studies Using Either 20% or -
40% Acceptance Limits (in Order of Increasing Concentration)

wsy# | Spiked “Truc” | # Results from EPA % Labs Passing % Labs Passing
Value (ug/L) and State Labs & 20% Acceptance Limits | *40% Acceptance Limits.
35 5.83 35 ‘ 97
40 6.2 57 Y
39 7.31 42 160
32 797 51 : : 94
37 8.41 47 | 92
36 12.3 59 90
33 12.8 34 94
38 14.7 ) 54 : o8
29 14.7 33 97
26 152 51 71
41 15.9 40 85
34 18.4 59 26

The original PQL of 5 ug/L was derived from PE data from WS 22, 23, and 26 (57 FR.
60953). As shown by Table 30, the WS data are not appropriate for a PQL re-evaluation using
the linear regression approach. For most of the concentrations listed in Table 31, the percentage
of laboratories passing were well above the 75 percent criterion necessary to recalculate the PQL.
In summary, these data were not suitable for use in reassessing the current PQL using a graphical
method. However, high laboratory passing rates at concentrations close to the current PQL
suggest that the PQL may be lower.
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Conclusion for Dichloromethane

Since the promulgation of the Phase V rule, no new methods have been approved for the
analysis of dichloromethane, and analytical capabilities have remained essentially constant. Of
the currently approved methods, EPA 524.2 is used more frequently by Jaboratories for the
detection of dichloromethane, although it is not the most sensitive method available (EPA’
502.2). During WS 24 to 41, the percentage of laboratories passing was very high, limiting the
possibilities of re-evaluating the PQL using the historical 75 percent eriterion. Although, data
are insufficient to recalculate the PQL, high passing rates at values close to the current PQL
suggest that the PQL could change. : - o

1,2-Dichloropropane

Results of the Method Comparison

The final NPDWR for 1,2-dichloropropane, a Phase II VOC, has four approved methods:
EPA Methods 502.1, 502.2, 524.1, and 524.2. Since that time, EPA Methods 502.1 and 524.1
have been removed from the approved list, leaving EPA Methods 502.2 and 524.2 as the
remaining currently approved methods; no new methods have been introduced. Table 32 v
provides descriptions of the methods and their MDLs. The MDLs of the two current methods
_remain essentially unchanged from their values at the promulgation of the rule.

Table 32. Results of the Analytical Methods Comparison for 1,2-Dichloropropane (Newly
Promulgated Mcthods in Bold) ‘

MCL =35 ug/l.  Current I’QL = si‘p\gfL DL =0.5pg/l.  Acceptance Limits® =+ 20% (>10 pg/L) or
» . o ‘ ‘ & 40% (<10 pe/L)
Mamods Approved At Proimzlgation Currently Approved Methods (141.24)
Mc‘thod‘ Technique MDL Method ‘ Teéi;nique - MpL*
- | gy (re/L)
EPA 502.1° Purge and Trap GC N.D. EPA 502.2% Purge and Trap GC 0.02 - 0.03
EPA 502.2' Purge and Trap GC . 0.01 EPA 524.2° 7 GC}'MS‘ | 0.02-0.04
EPA 524.1' GCMS 0.2 '
EPA 5242 GC/MS 0.02-0.04
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T “Methods for the Determmatxon of Omganic Compounds in Drinking Water,” EPA-600/4-88/039, December
1988.

2 “Methods for the Determmauon of Organic Compounds in Drinking Water--Supplement 111" EPA/G00/R-05-
131, August 1995.

* Multiple method detection limit (MDL) values resuit from variability of reagents, instrumentation and/or
laboratory/analyst performance.

N.D. = Not determined
» Regulatory DLs for organic compounds are listed at 40 CFR § 14 1.24(H)(17).
T Acceptance limits for VOCs are listed at 40 CFR § 141.24(0(1 70,

Results of the Analysis of the WS Data
a. Method Usage Over Time

For PE WS studies 34 to 41, the distribution of methods used by EPA and State laboratories
is illustrated by Figure 21. The category of “other” contains those methods that were unknown or
unidentified by participating laboratories. As Figure 21 shows, EPA 524.2 was the preferred
method for laboratories participating in WS 34 to 41. For the most part, the use of EPA 502.2
decrcased over time.
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Figure 21. Distribution of Analytical Techniques by WS Study: 1,2-
Dichloropropane ‘ -
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b. Results of the PQL Analysis

The original PQL of § pg/L. (56 FR 3526) for 1,2-dichloropropane was determined by using
PE data from W8 18. A re-evaluation of the PQL.was attempted using more recent data from
WS studies 29 through 41, Table 33 summarizes the results of these WS studies, including the
study number, the true value concentration of the spiked sample, the number of laboratory results
returned, and the percentage of laboratories passing the proficiency test within acceptance limits
of = 20 percent for a true value greater than 10 pg/L, or + 40 percent for a true value lower than
10 pg/L (as specified in 141.24(H(17)).
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Table 33. Evaluation of 1,2-Dichloropropane Data from WS Studies Using the £ 20% or =
40% Acceptance Limits (in Order of Increasing Concentration)

WS # Spiked “True” #Results from EPA P «;v Labs Passing = ?0% Y Labs Passing 40%
Value (pg/L) and State Labs Acceptance Limits Agceptance Limits
32 6.46 61 100
35 9.00 34 100
30 10.9 58 983 '
39 12.2 43 93.0
34 12.3 59 6.6
37 | 142 47 91.5
33 14.3 32 93.8
41 154 40 . 915
29 15.8 33 §7.9
36 16.4 59 932
38 18.3 55 | 94.5
40 19.0 57 ; 947

For this contaminant, the participating laboratories studies achieved success rates far greater
than the 75 percent criterion typically used to estimate the PQL. Also, all of the true value
concentrations used in the available studies exceeded the current PQL. Thus, the PQL. could not
be re-evaluated using the regression method. However, high passing rates of 100 percent for WS
32 with a spike concentration of 6.46 pg/L is very close to the current PQL. This suggests that
the PQL could be lower.

Conclusion for 1,2-Dichloropropane

The method comparison results show that no new methods have been approved since the
promulgation of the NPDWR for 1,2-dichloropropane. Evaluation of the quantitative PE data
showed that laboratories conducting WS analyses had surpassed the 75 percent criterion.
Because the data featured a large percentage of laboratories passing, and very high true value
concentrations, a re-evaluation of the PQL could not be performed using the typical graphical
estimation approach. Thus, the available WS data are insufficient to recalculate the PQL for 1,2-
dichloropropane. However, high laboratory passing rates for WS studies with concentrations
close to the current PQL are suggestive of a change in the PQL.
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2,3,7,8-TCDD (Dioxin)

Results of the Method Comparison

2,3,7,8-TCDD, commonly known as dioxin, was listed with the Phase V SOCs (57 FR
3 1776) Dioxin has not had any new methods approved for analysis since the promulgation of
the NPDWRs for this contaminant. However, the MDL for EPA 1613 has changed from 5 pg/L
(picogram = 10~ 2 gram)yto 1 pg/L, indicating a slight increase in sensitivity. Table 34 shows the
specifications of Method }613 in bcth past and current periods. :

Table 34. Results of the Analytical Methods Comparison for 2,3,7,8-TCDD

MCL =130 pg/L Current PQL = 30 pg/L DL =S pg/L Acceptance Limith =+ 2*8,D.

- Methods Approved At Promulgation ' Currently Approved Methods (141.24) '
Method Techniqu MDL Method Technig ' MDL
nique ‘ . chnigue
(pg/L) (pg/L)
EPA 1613 GC/MS , 5 {1 EPA 1613 GO/MS o

! Method 1613, Revision A, USEPA, April 1990.

2 Method 1613, “Tetra-through Octa-chlorinated Dioxins and Furans by Isotopc—f)aiutwn HRGCIHRMS >
EPA/821-8-94-005, October 1994.

* Regulatory DLs for organic compounds are listed at 40 CER 141 .24(11}(i 8).

¥ Acceptance limits for organic compounds are listed ar 40 CER 141.24(h)(19)().

" Results of the Analysis of the WS Data

WS data were not available for dioxin; hence, no analyses on these data could be performed.
Conclusion

No new methods have been approved for the analysis of dioxin since the promulgation of the
NPDWRs. However, the sensitivity of Method 1613 has slightly increased from 5 to 1 pg/L
since that time. A re-evaluation of the PQL could not be determined because no PE data were
available for examination. Therefore, the current PQL is likely to remain unchanged.
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Diquat

Results of the Method Comparison

Diquat became a regulated SDWA contaminant with the promulgation of the July 1992 Phase
V rule for SOCs. Table 35 compares the approved methods at promulgation with curmmly
approved methods. At the time of the Phase V regulation only one method, EPA 549, was
approved for determination of diquat in drinking water (57 FR 31776). In August 1992, EPA
549 was replaced by an updated method, EPA 549.1 (“Methods for the Determination of Organic
Compounds in Drinking Water--Supplement 2”). Because EPA 549.1 received approval so soon
after the plomulgalion of the Phase V rule. it is listed in the column of methods approved at
promulgation in Table 35. In 1999 EPA approved EPA 549.2 (64 FR 67450) and discontinued
I:PA 549.1. The MDL of EPA Method 549.2 is approximately five times more sensitive than the
original version of the method (EPA 549). ' :

Table 35. Results of the Analytical Methods Comparison for Diquat (Ncwly Promulgatcd
Methods Are Indicated in Bold)

MCL =20 pg/L Current PQL = 4 pg/L DLA = 0.4 pg/L Acceptance Limit" == 2*§.D.
Methods Approved At Promulgation Currently Approved Methods (141.24)
. MDL MDL.
Method Technique Method Technique .
(hg/L) (ng/l)
AT 200! . o , o - 3 L.SE, HPLC with photodiode
EPA 549 LSE. HPLC with UV 4 EPA 549.2 array UV detector 0.72
EPA 549.1° | LSE,HPLC with UV | 03]7

*=Methods for the Determination of Omganic Compounds in Drinking Water—-Supplement 1,” EPA-600/4-90/020,
July 1990.

2 *Methods for the Determination of Onganic Compounds in Drinking \Kﬁtcp—Suppluncm I EPA/6OO/R-
927129, August 1992, (Note this method was not actually approved at the time of July 1992 Phase V
promulgalion but was approved immediately after)

“Analytical Methods for Chemical and Microbiological Contaminants and Revisions to L*xbordtox\ Certification
Ruqmrumnts, Federal Register, Vol. 64, No. 230, pp. 67450-67467.

A Regulatory DLs for organic compounds are Jisted at 40 CFR §141.24(h)(18).

* Multiple method detection limit (MDL) values result from variability m"magcnts instrumentation and/or
laboratory‘analyst performance.

’.t\u.cptancc limits for organic compounds are listed at arc listed at 40 CFR §14 17.24(11){ 19Y().

Mothods Support Document for Six-Year Review 66 Draft - March 2002




Results of the Analysis of the WS Data
a. Method Usage Over Time

The distribution of analytical techniques used by the EPA and State laboratories in WS 34 to
41 is shown in Figure 22. The “other” techniques represent methods which were not specifically
identified by participating laboratories or were otherwise unknown. EPA has consistently
approved a single method for diquat at any given lime, EPA Method 549 was predominantly used
prior to WS 36 and EPA 549.1 was used prcdczmnanﬂy after WS 36.

Figure 22. Distribution of Analytical Techniques by WS Study: Diquat
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b. Results of the PQL Analysis

The original PQL. for diquat (4 ug/L) was derived by using PE data from WS 23 to 27 (56 FR.
60949). A reassessment of the PQL was attempted after compiling additional data from WS 24
to 41. However, for several of these available water studies, the number of participating '
laboratories were too few (under ten) to include for consideration in the analysis. After omitting
these studies, the remaining usable PE data were summarized, including the study number, the
true value of the WS sample, the number of results from EPA and State laboratories, and the
calculated percentage of laboratories whose results successfully passed within federally
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designated acceptance limits (Table 35). The acceptance limits for diquat are specified in 40
CFR §141.24(h)(19)() to be twice the standard deviation, or + 2*8.D., from the value “x” (where
x = aT+b and T represents the true value).

Table 36 reveals that laboratory success rates ranged between 78.6 and 100 percent. Thus,
use of the 75 percent criterion for estimation of the PQL by the graphical method would be
meaningless. The dataset is also incompatible with the goals of a PQL reassessment-particularly
a potential lowering of the PQL~because the concentrations of all the spiked samples exceeded
the current PQL. Also, the concentration of the spike samples was well above the PQL of 5
pg/L. v :

Table 36. Evaluation of Diquat Data from WS Studies Using the = 2* 8.D. Acceptance
Limits (in Order of Increasing Concentration)

WS # Spiked “True” Value ‘ # Results from EPA and % Labs Passing +2* S.D,
(pg/L) State Labs Acceptance Limits

37 841 o 90.5

36 14.7 ' 28 ‘ - 786

40 14.8 ] 27 _ . 96.3

38 23.7 2 95,5

32 282 11 100 -

34 29.2 17 R 94.1

39 322 A 21 ' 95.2

35 37.4 15 86.7 .

41 44.0 ' A7 | 100

Conclusion for Diquat

As shown by the results of the method comparison, few methods have been approved by EPA
for the determination of diquat. The analytical technology supporting the determination of diquat
has remained essentially unchanged over time. However, analytical capabilities have improved.
The original method, EPA 549, was much less sensitive than today's method, EPA 549.2,
indicating significant improvement. The plot of method usage over time reveals that the
techniques predominantly used by participating laboratories were EPA Methods 549 (prior to WS
36) and 549.1 (subsequent to WS 36). Although the method comparison indicates increased '
analytical capabilities, the available WS data did not provide information suitable for a PQL
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reassessment. The percentage of laboratories passing within the acceptance window was
generally well above the 75 percent criterion for use in the linear regression approach.

. Ethylene fi)ibi'omide

Results of the Method Comparison

With the Phase II SOCs (56 FR 3526), EPA 504, was the only approved method listed for
analysis of ethylene dibromide (EDB) in drinking water. Since this regulation was promulgated, -
the Agency has approved a new revision of GC with microextraction (EPA 504.1) and approved
an additional analytical method (EPA 551.1, GC with LLE and ECD). As shown in Table 37, the ’
MDLs of EPA Methods 504 and 504.1 are essentially equivalent, but EPA 551.1 offers a slightly
greater level of sensitivity.

Table 37. Results of the Analytical Metheds Comparison for Ethylene Dibromide (New
Methods in Bold)

MCL = 0.05pg/l.  Current PQL=0.05 u/L. ~ DLA=0.01 pg/L.  Acceptance Limit' =% 40%

Methods Approved At Promulgation . Currently Approved Methods (141.24)
| | MDL MDI
Method Technique Method - Technique L
_ (ng/L) : (ng/L)
EPA 504 Microextraction, GC 0.01 , EPA 504.1% Microextraction, GC 0,01
EPA 551.17 LLE/GC w/ ECD 0.008

t“Methods for the Determinatioﬁ of Onganic Compounds in Drinking Water,” EPA/600/4-88/039, December
1988.

2 “Methods for the Determination of Organic Compounds in Drinking %ter-isupplement 111" EPA/6O0/R-95-
131, August 1995, o ' ‘

4 Regulatory DLs for organic compounds are listed at 40 CFR §141.24(h)(18).
* Acceptance limits are listed at 40 CFR §141.24(0)(19)(1).
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Results of the Analysis of the WS Data

a. Method Usage Over Time

Figure 23 illustrates the distribution of the analytical techniques used by the EPA and State
laboratories in WS studies 34 to 41. The "other" designation includes methods for which
laboratories did not report any information on the method used or non-EPA methods. The use of
EPA 504.1 greatly exceeds the use of any other method. This distribution is consistent through
the duration of the WS studies shown in Figure 23. ,

Figure 23. Distribution of Analytical Technigues by WS Study: Ethylene Dibromide
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b. Results of the PQL Analysis

The current PQL, 0.05 pg/L, was derived from a multiplier of 5 from the MDL of 0.01 pg/L
(56 FR 3552). The data used for PQL re-evaluation were taken from WS studies 24 to 41. Table
38 summarizes the results of the WS studies, providing the study number, the true concentration
of the spiked sample, the number of laboratories participating, and the percentage of laboratories
passing the WS study (evaluated using acceptance limit of + 40 percent for EDB as cited in 40
CFR § 141.24(h)(19)(1)).
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Using the 75 percent criterion, it appears from the numerical data that EPA and regional
laboratories are able to achieve acceptable results within the + 40 percent acceptance window at
concentrations from 0.14 to 2.3 pg/L.

Table 38. Evaluation of Ethylenc Dibromide Data from WS Studies Using the % 40%
‘ - Acceptance Limits (in Order of Increasing Concentration) ‘

Spiked (*True”) Value # Results from EPA and “ Labs Passing

WS # (ng/L) State Labs Acceptance Limits
37 0.138 2 ' 81
33 0.143 24 75
39 0.227 : 36 94
36 0283 ' 51 . o4
38 0.336 48 96
41 0.344 34 , 100
34 0406 45 , 87
26. , 0.434 35 9
24 0480 : 32 100
35 0.609 30 90
31 0637 | 25 84
a0 | oess 50 o8
29 0,850 | : 25 7 84
25 ' 0.944 18 _ 100
30 . 139 39 | 92
27 145 7 . 88
32 229 44 . og

The percentages of the acceptable results for laboratories were not plotted, as these values all
exceeded the 75 percent criterion and therefore could not contribute meaningful information
toward the re-evaluation of a PQL using the linear regression approach. In addition, none of the
WS studies evaluated had spike concentrations bclow the current PQL of 0.05 pg/L.. However,
WS studies at concentrations sizghﬂy dbOV{") the PQL (WS 37 and 33) had laboratory passing
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rates of 81 and 75 percent, respectively. This would indicate that the current PQL is probably
appropriate and unlikely to change. ‘

Conclusion for Ethylene Dibromide

The method comparison results indicate that the sensitivity of the available methods has not
improved significantly since the promulgation of NPDWRs for EDB. Evaluvation of more recent
WS data provides no evidence that would support a change from the current PQL of O.QS wgll.

Fluoride

Results of the Method Comparison

Fluoride, a Phase II IOC, is unique among SDWA contaminants because it is often added to.
drinking water to provide well-known health benefits. Because low concentrations of fluoride
are often added to public water supplies to protect dental health, EPA has not published a
detection limit for this contaminant. Since the Agency's promulgation of the MCL for fluoride
(April 1986, 51 FR 11397), this contaminant has gained several additional approved methods,
mostly developed by voluntary consensus standard organizations. Currently, the only EPA-
approved method for fluoride determination is EPA 300.0, an ion chromatography method with
greater sensitivity than the EPA methods approved at the time of promulgation. Table 39
summarizes original and current methods, and their individual detection limits. The voluntary
consensus standard method MDLs are not listed in this table because non-EPA methods are not
required to document detection limits. '

»

Table 39. Results of the Analytical Methods Comparison for Fluoride .

| MCL = 4 mg/L Current PQL = 0.5 mg/L: DL = NJA* Acceptance Limit' = = 10%
Methods Approved At Promuigation ‘Currently Approved Methods (141.23)
Mecthod Technique MDL Method Technique MDL
(mg/L) B (mg/L)

EPA 340.1° Colorimetric SPADNS, with 0.1-14% EPA 300.0° | Ion chromatography 0.01
Bellack Distillation )

EPA 340.2' Potentiometric, with NA
ion-selective electrode (ISE)

EPA 340.3! Automated Alizarin, with 0.05 - 1.5%
distillation (complexone) - '
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D1179-72A% Colorimetric SPADNS, with | = N/A* D1179-9387 | Manual electrode . | N/A®
distillation ’ : ' .
D1179-872B% Potentiometric, with ISE N/A* D4327-91° | Jon chromatography | N/A*
414A; C* Colorimetric SPADNS, with N/A * 4500F-B,D°* | Manual distiflation; | NWA*
distillation colorimetric
, | SPADNS
4148° Potentiometric, with 1SE NiA . 4500F-C* Manual elecirode N/A*
4138° Automated Alizarin, N/A® 4500F-E* Attomated Alizarin N/A
w/distillation :
41i0B° ion chromatography | N/A
12071W* | Automated Alizarin, | NA® 129-71W* | Automated Alizarin | N/A*
widistillation
380-75WE® . Automated electrode N/A® 380-75WE* Automated N/A
: electrode

! “Methods of Chemical Anslysis of %ter and Wastes (MCAWW),” EPA/’60{)/4~?9»020 EPA Environmental
Monitoring Laboratory, Cincinnati, Ohio 45268. March 1983.

2 Annual Book of ASTM Standard,s part 31, Water. American Society for Testing and Materials, 1961 Race
Street. Philadelphia, PA 19103,

3 Standard Methods for the Examination of Water and Wastewater, 16" edition. American Public Health
Association, Americap Water Works Association, Water Pollution Control Federation, 1985.

* “Fluoride in Water and Wastewater, Industrial Method 129-71W,” Technicon Industrial Systcms, Tarrytown,’
New York 10591, December 1972,

S “Fluoride in Water and Wastewater,” Technicon indusn ial Systems, Tarrytown, New York 10591 Febroary
1976.

$Methods for the Determination of Mata15 in Environmental Samples Suppicment 1,” EB/600/R-94/111, May
1994,

? Annmal Book of ASTM Standards, Vol. 11.01. Ammcaz} Society for Tcsnng and Materials, 1961 Race Street.
Philadelphia, PA 19103,

8 Srandard Mathods for the Examination of Water and Wastewater, 199 edition. American Public Health
Association, American Water Works Association, Water Pollution Control Federation,

*'N/A: not available. See above text for explanation.
T Acceptance limits for inorganic compounds are listed at 40 CFR §141.23(k)(3)(ii).

* Multiple method detection limit (MDL) values result from variability of reagents, instrumentation and/or
laboratory/analyst performance. .

As shown in Table 39, multiple versions of methods exist for some technologies such as ion
chromatography, automated electrode, automated alizarin, and manual electrode.
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Results of the Analysis of the WS Data

a. Method Usage Over Time

The distribution of the analytical techniques used by the EPA and State laboratories in WS 34
to 41 is shown in Figure 24. The results for “other” techniques include the use of other
techniques identified by the laboratories participating in the WS study, as well as.“upknown”
methods, i.e., methods for which laboratories did not report any information on the type of
method used. :

Figure 24. Distribution of Analytical Techniques by’ WS Study: Fluoride

Fluoride
70%
60% | |l - _
g 50% . T ™ 300.0
5 ' m340.1
[}
= 40% - - E1340.2
g | | 340.3
5 3 380-75WE
= 30% - uE
a UManual Elec.” !
3 [EAuto, Alizarin™
* 20%- i@ other :
10% -

WS34 WS35 WS36 WS37 WS38 WS39 WS40 WS4t
Water Study

* Manual clectrode combines the methods D1179-938 (ASTM) and 4500F-C (SM),
** Automated Alizarin combines the methods 4500F-E (SM) and 129-71W (Bchnicon),

Fluoride determination has involved the use of a wide variety of analytical methods. In
earlier years, the most popular method was EPA 340.2, an ion selective electrode method, but its
usage dropped significantly after WS 36. Since WS 36, method usage by laboratories
participating in the water supply studies has been dominated by a non-EPA manual electrode
method. Laboratories have also increasingly favored the use of EPA 300.0, though to a lesser
extent relative to the manual electrode methods (D1179-938B, 4500F-C). A small fraction of
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participating laboratories have employed the voluntary consensus standard method 380-75WE
(automated electrode) thmughout WS 3410 41. :

b. Results of the PQL Aﬁalysis ‘

- The current PQL (500 pg/l. or 0.5 mg/L) was or:gmally determined from older FE water
supply study data (WS 8 to 12, see USEPA, “Momtcmng, > for Fluoride in Drinking Water:
Revised,” March 1986). The PQL was re- evaluated using a broader range of PE data including
more recent studies (WS 24 to 41). Table 40 summarizes the results of these studies, providing
the study number, the spiked or “true” value for the WS sample, the number of results from EPA
and State 1aboratones, and the actual responses returned by laboratories, For ﬁuomde EPA
sttpulates acceptance limits of + 10 percent (§141.2300(3)(11)).

Table 40, I,Ivaluatxon of Fluoride Data from WS Studies Using the 10% Acccpmncc Limits
(in Order of Imrcasmg Concentratmn}

WS# | Spiked “True” Value (my/Ly | ¥ ReSUGE Fom BPA NG ] % Lane Paseing 0%
29 033 - 33" 84.8
34 1.10 ' 65 93.8
26n s - 6 937
24b 1.30 62 } 96.8
40 1.40 | - 66 , 60.6
25b 1.50 . : 40 ' 87.5
244 | ‘ 1.72 ' 62 ‘ 93.5
37 1.80 ‘ 55 ' 873
32 200 67 ' 92.5
252 2.50 V 40 87.5
39 290 54 . | 92.6
26b | 341 64 - 89.1
35 3.80 43 ' 91T
27 435 o 37 o 86.5
38 | 470 65 _ ' 98.5

Methods Support Document for Six-Year Review 75 g Dyaft - March 2002




wsh | spiked e valwo gty | #RemeTomEFAd | % Labs Fasing » 0%
31 5.70 33 : 97.0
41 -6.20 46 ' 953
33 C 660 35 94.3
36 7.20 | 61 95.1
30 7.90 | 61 93.4

The WS data indicate that EPA and State laboratories performed with high success rates in
WS studies involving fluoride determination. On average, 91 percent of participating
laboratories achieved results within the + 10 percent acceptance window. The range of true value
concentrations contained many spikes above the carrent PQL (0.5 mg/L), preventing a thorough
analysis of laboratory capabilities at or below the PQL. For WS 29, the only study where the true
value was below the PQL, 85 percent of laboratories successfully passed within the specified
acceptance limits, well above the 75 percent criterion. Thus, it might be possible for laboratories
to pass the PE studies at even lower concentrations; however, such a conclusion is uncertain in
the absence of additional data below the PQL value. '

Conclusion for Fluoride

The MDL of the only currently approved EPA method, EPA 300.0, is much lower than those
of previous EPA methods and use of this method has increased gradually over time. However, .
EPA 300.0 still accounts for less than a quarter of method usage for fluoride and thus cannot be
representative of overall laboratory analytical capabilities. Based on the graph of method usage
over time (Figure 24), the method most commonly used in recent years is a manual electrode
method, whose detection limit is not specified. Ilence, the combined results of the method
comparison and method usage over time suggest that analytical capabilities have impr oved for
only a subset of EPA and State laboratories.

Based on the evaluation of quantitative WS data, the current PQL of 0.5 mg/L is still
supportable and appropriate, although an even lower value might be attainable based on the high
success rates of laboratories in water studies. However, this hypothesis would require further
analysis using WS data at spiked concentrations below 0.5 mg/L., and such data are currently not
available.
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Glyphosate

Results of the Method Comparison

In 1992, the Agency listed EPA 547 as the only approved method for determination of
glyphosate in drinking water, according to the Phase V rule for SOCs (57 FR 31776). Since that
time, EPA has added Standard Method (SM) 6651, a voluntary consensus standard method, to
the approved list. The MDL of SM 6651 is not s;::aexﬁed but it is reasonable to expect a similar
detection limit compated to EPA 547 due to the similarity in determinative technique. Because
the MDL of EPA 547 has not changed over time and no additional EPA methods were approved,
the analytical capabilities for determination of glyphosate have remained constant since the
approval of EPA 547. :

Table 41,

w

Results of the Analytical Met;hods Comparison for Glyphosate (Newly
Promulgated Methods are Indicated in Bold)

MCL = 0.7 mg/L: Current PQL = 0.06 mg/l, DLA = 0,006 mg/L Acceptance Limit" = 278,D,

Methods Approved At Proxﬁulgation : Currently Approved Methods (141.24)
.| mpL . MDL
Method Technique : ‘ Method Technique
(mg/Ly | , . (mg/L)
HPLC, post-column : HPLC, post-column
EPA 547! derivatization, 0.006 EPA 547 | derivatization, fluorescence 0.006
fluorescence detection . detection
2 | Liquid chromatography, post- o
SM 6651° column ﬂuo?escence N/A

July 1990.

“Methods for the Determination of Owganic Compounds in Drinking Wxter—»Suppiemem L7 EPA/G00/4-80/020,

W ? Standard Methods for the Examination of Water and Wastewater. 18" edition. American Public Health
Association, 1015 Fifteenth Street NW, Washington, DC 20005. - . :

A Regulatory DLs for onganic compounds are listed at 40 CFR §141.24(h)(18).
¥ Acceptance limits for ofganic compounds are listed at are listed at 40 CFR §141.24(0)(19)().
¥ N/A = not available. MDLs are not necessarily specified for non-EPA methods,
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Results of the Analysis of the WS Data
a. Method Usage Over Time

Figure 25 is a plot of the distribution of analytlcal techniques used by the EPA and State
laboratories during WS 34 to 41. As shown in Figure 25, the majority of the participating
laboratories utilized EPA 547 for the determination of glyphosate. A small fraction of
Jaboratories employed the voluntary consensus standard method, SM 6651 and a minority of
laboratories used “other” methods or methods that were not specified.

Figure 25. Distribution of Analytical Techniques by WS Study: Glyphosate
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b. Results of the PQL Analysis

Glyphosate currently has a PQL of 0.06 mg/L (or 60 pg/L) which was derived from previous
WS results from EPA and State laboratories (WS 24 to 27, 56 FR 60949). In light of the
availability of more recent PE WS data from WS studies 32 1o 41, efforts were made to reassess
the PQL. Table 42 summarizes the data from these water studies, indicating the study number,
the true value of the WS sample, the number of results from laboratories, and the calculated
percentage of laboratories whose results successfully passed within the designated acceptance
limits for glyphosate (= 2%S.D. as specified at 141 24(11)(19)(1)

’
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Table 42 shows that the laboratories in these water studies were able to achieve results within
the acceptance window with 73 t0100 percent passing rates. Using the 73 percent criterion for
estimation of the PQL will not be meaningful for this dataset because of the high success rate and
the lack of spike values at concentrations around the current PQL of 60 ug/L.

Table 42. Evaluation of Givphosate Data from WS Studies Using the +2* 8, I) Acccpfancc
Limits (in Order of Increasing Concentration)

e e e
33 308 . 1 . 72.7
4 | 375 30 96.7
38 410 © 25 $8.0
34 438 ' 2 . 90.9
32 447 BT 86.7
36 | 528 27 : 963
ar | 560 17 | 100
39 620 : » : 955
35 665 . 15 86.7
37 780 ' 2 ’ 173

Conclusion for Glyphosate

Currently, EPA 547 is the sole approved EPA method for determination of glyphosate and its
MDL has not changed over time (Table 41). A voluntary consensus standard method (SM 6651)
with similar determinative technology is also approved for use, but was used minimally over the
duration of the selected studies according to PE records (Figure 25). The MDL of SM 6651 is
not specified but in all likelihood, resembles the MDL of EPA 547. Therefore, the analytical
methods capabilities for glyphosate determination have stayed constant for most laboratories.
The available numerical WS data do not support a reassessment of the PQL. based on the 75
percent criterion, because the passing rates of laboratories typically exceeded this value. In
addition, the spike concentration of the WS samples were much higher than the current PQL. .
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Heptachlor

Results of the Method Comparison

The approved methods for the analysis of heptachlor, a Phase II SOC, in drinking water were
listed in the NPDWRs (56 FR 3526). These original methods included gas chromatography with
several extraction and/or detector variations (EPA Methods 505, 508, and 525.1). Since
promulgation of the Phase II rule, EPA has removed one older method (EPA 525.1) and -
approved the use of three new analytical methods (EPA Methods 508.1, 525.2, and 551.1). As
shown in Table 43, EPA Method 505 has experienced an estimated 10-fold increase in
sensitivity. EPA Method 508.1 is nearly 7 times more sensitive than it was at the time of
NPDWR promulgation, and represents the most sensitive of the new methods, with a current
MDL of approximately 0.0015 pg/L.. The MDLs of the newly approved methods, EPA Methods
508.1, 525.2, and 551.1, range from 0.5 to 15 times the MDLs of the most sensitive method at
the time of the NPDWR promulgation.

Table 43. Results of the Analytical Methods Comparison for Heptachlor (Newly
Promulgated Methods are Indicated in Bold)

DLA = 0.04 pg/L

MCL = 0.4 pg/L Current PQL = 0.4 ng/L Acceptance Limit" = & 45%
Methods Approved At Promulgation ‘Currently Approved Methods (141.24)
Method Technique MDL Method Technique MDL
(pg/L) (pg/L)
EPA 505! GC, microextraction 0.03 EPA 505° GC, microextraction 0003
EPA 508! GC, ECD 0.01 EPA 508* GC, ECD 0.0015
EPA 525.1' GC/MS, LSE 0.04 EPA 508.1% GC, LSE, ECD 0.001 - 0.005*
EPA 52527 GC/MS, LSE 0.059 - 0.15%
EPA 551.1% GC/MS, LLE, ECD 0.081

! “Methods for the Determination of Organic Compounds in Drmkmg; Water,” EPA-600/4-88/039, December
1988.

“Methods for the Determination of Organic Compounds n Dmnkmw Water--Supplement 11,7
EPA/600/R-95-131, August 1995,

4 Regulatory DLs for organic compounds are listed at 40 CFR §141.24(h)(18),
t Acceptance limits for organic compounds are listed at are listed at 40 CFR §141.24(h)(19)(D).
* Multiple method detection limit (MDL.) values result from variability of reagents, instrumentation and/or

laboratory/analyst performance,
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" Results of the Analysis of the WS Data
a. Method Usage Over Time

Figure 26 is a plot of the distribution of analytical techniques used by the EPA and State
laboratories in WS 34 to 41. The “other” techniques represent methods which were not
specifically identified by participating laboratories or were otherwise unknown. As shown in
- Figure 26, the majority of laboratories used EPA 508 for determination of heptachlor in WS
studies 34 to 41. EPA 525.1, which was used in earlier WS studies, was replaced by EPA 5252
after WS 36. Other than this shift, there has been little overall change in method usage over time
for this contaminant. ‘ :

Figure 26, Distribution of Analytical Techniques by WS Study: Heptachlor
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b. Results of the PQL Analysis

The original PQL for heptachlor (0.4 pg/L) was derived via multiplication of the IMDL by a
factor of 10 (56 FR 3552). With the availability of recent PE WS data, efforts were made to
reassess the PQL using data from WS studies 24 to 41. Table 44 summarizes the data from these
WS studies, indicating the study number, the true value of the WS sample, the number of results -
from EPA and State laboratories, and the calculated percentage of laboratories whose results-
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successfully passed within fcderally designated acceptance limits for heptachlor These -
acceptance limits are specified in 40 CFR §141.24(h)( 19){1} to be £ 45 pex:ce:nt from the true
concentration of the spike sample

The numerical data in Table 44 demonstrate that the laboratories in these WS studies are able
to achieve results within the £ 45 percent acceptance window with 82 to 100 percent passing
rates. Using the 75 percent criterion for estimation, of the PQL, the dataset are not adequate 1o re-
evaluate the PQL. Further, the majority of the spike qamples had concentrations in excess of the
current PQL of 0.4 pg/L. Neverthcless, the high passing rates of laboratories at concentrations
around the PQL (e.g., 100 percent passing for a true value equal to 0.11 pg/L) support a possible

.reconsideration of the current PQL.

Table 44. Evaluation of Heptachlor Data from WS Stadies Using the 45% Acceptance
Limits (in Order of Increasing Concentration)

# Results from EPA and Y Labs Passing

WS # Spiked “True” Value (pg/L) State Labs + 45% Acceptance Limits
25b 0.113 18 100
244 0.263 : 33 94
29 0370 , 24 95.8

32 0.443 44 94,6
37 0.563 42 95.6
27 0.642 ‘ 24 100
39 0.667 | 36 . 97.6
36 0.751 , 51 . 04.5
41 0.83 34 93
34 0.914 45 90.2
38 1.20 48 94
30 1.38 ' 47 93.6
25a 1.42 | 19 100
31b 1.44 ‘ 25 84.6
33 1.73 24 : 90.6
3la 1.92 27 81.5
26 227 | 31 90.3
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WS # Spiked “True” Vz;lue (ug/L) # Resugtsai;aﬁ;gl’s& and . 45:2 i:f:pi?:ii‘:iimits
40 ' 2.33 s os0 o7

35 254 | 300 90.9

24b 3.15 33 93.9

Conclusion for Heptachlor

: The plot of the method usage over time (from WS studies) indicates consistent use of two
methods, EPA Methods 508 and 505 over the duration of the selected studies, with laboratories
slightly favoring usage of EPA 508. EPA 508 represents the most sensitive currently approved
" method, according to Table 43. The overall level of analytical sensitivity for this contaminant
has improved approximately seven-fold from the time of NPDWR promulgation. The available
numerical WS data do not support a reassessment of the PQL based on the 75 percent criterion,
because the passing rates of laboratories always exceeded this value. Because such high passing
rates were observed for some low spiked concentrations (e.g., 100 percent laboratory success for
a concentration three times lower than the current PQL.), it is possible that a lowered PQL might
be appropriate. However, the desired quantitative 1eassessmeni of the PQL could not be
performed using the historical approach.

Heptachlor Epoxide

Results of the Method Comnarisoh

. The approved methods designated in the Phase I rule for heptachlor epoxide (56 FR 3526)
included EPA Methods 505, 508, and 525.1. These methods are variations of GC methods with
different extraction and/or detection techniques as shown in Table 45. The most sensitive of the
current methods is EPA 508.1 (GC with ECD), with an MDL of 0.001 pg/L. This method was
introduced subsequent to the promulgation of the Phase II rule, along with two additional
" methods, EPA Methods 525.2 and 551.1.
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Table 45. Results of the Analytical Methods Comparison for Heptachlor Epoxide (New
Methods Indicated in Bold)

MCL=02pg/L.  Current PQL = 0.2 pg/L DLA =0.02 pg/L Acceptance Limit" = £ 45%

Methods Approved At l;romulgation Currently Approved Methods (141.24)

Mcthod Technigue MDL Method Technigue MDL

weLy | L )

EPA 505’ GC, microextraction 0.004 EPA 505.2 GG, microextraciibn 0.004

EPA 508’ GC, ECD 0.00015 EPA 508° GC, ECD 0.0059

EPA 525.1 GC/MS, LSE 0.2 EPA 508.1* GC, LBE, ECD 0.001
EPA 525.2° GC/MS, LSE 0.048-0.13*

EPA 551.1° GC/MS, LLE, ECD 0.002

! “Methods for the Determination of Omganic Compounds in Drinking Water,” EPA-600/4-88/039, December
1988. o

2 “Methods for the Determination of Onganic Compounds in Drinking Water--Supplement 1117
EPA/600/R-95-131, August 1995.

4 Regulatory DLs for organic compounds are listed at 40 CFR §141.24(1)(18).
* Acceptance limits for organic compounds are listed at are listed at 40 CFR 141.24(h)(19)(D).

* Multiple method detection limit (MDL) values result from variability of reagents, instrumentation and/or
laboratory/analyst performance. . '

Results of the Analysis of the WS Data

a. Method Usage Over Time

Figure 27 illustrates the distribution of the analytical techniques used by the EPA and State
laboratories in WS 34 to 41. Analytical methods which were not reported by laboratories or were
otherwise unknown were grouped into the category of “other” As illustrated by Figure 27, EPA
508 represents the most commonly used method for heptachlor epoxide WS analyses. EPA
Methods 505 and 525.2 were used to a lesser degree; together, these methods account for 40 to
50 percent of the techniques used during the indicated time frame.
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Figure 27. Distribution of Analytical Techniques by WS Study: Heptachlor Epoxide
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b. ‘Results of the PQL Analysis

. The PQL for heptachlor epoxide is currently 0.2 pg/L.. EPA obtained this value by
multiplying the estimated IMDL by a factor of 10 (56 FR 3552). The Agency wished to re-
evaluate the PQL using available WS data from WS studies 24 to 41 (although no data were
available for WS 28). Table 46 summarizes these data, indicating the study number, the true
value of the sample, the number of non-zero responses from laboratories, and the calculated
passing rates of laboratories who satisfied the specified acceptance limits for heptachlor epoxide.
These limits are designated as =+ 45 percent (40 CFR §141.24(h)(19)(D)-
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Table 46. Evaluation of Heptachlor Epoxide Data from WS Studies Using the 45%
Acceptance Limits (in Order of Increasing Concentration)

WS # Spiked “True” Value (pg/L) # Resalstfai;zogg.’»: A and SN 454::’ };:fj;::ji?ﬁ;mm '
24a 0.161 33 91 ‘
26a 0.198 31 Y
29 0.267 25 9 | J‘
39 0.340 43 08 1
32 0.346 ) 55 , 95 T |
37 0.403 45 93 J
27 0.533 | 24 88
41 0.63 | 43 95 '
33 0.679 3t o4
38 0742 | 51 96 ‘
25a 0.771 | 21 00
30 0.85 47 08
25b 0.094 20 ‘ 100 )
40 1.48 54 ‘ 94 %
35 1.49 33 o .97 : 1‘

24b 1.61 33 | , 88

26b 1.81 30 97
31 1.92 27 | 82

The values in the last column of Table 46 demonstrate that the laboratories participating in
these WS studies achieved a very high rate of success with respect to the designated acceptance
limits. While the 75 percent criterion has historically been used to evaluate PQLs, such an i
analysis would be impossible for heptachlor epoxide because none of the laboratories exhibited !
success rates below this thteshold. Thus, a regression of the WS results was not performed, as |
the data did not appear to contribute meaningfully to recalculate the PQL. In addition, the
concentrations of the spike samples generally exceeded the concentration of interest, the PQL , }
(0.2 pg/L). ' i
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Conclusion for Heptachlor Epoxide

According to the method comparison results, the introduction of three new analytical
methods since the promulgation of the Phase II rule has not presented any significant
improvements in overall method sensitivity. The most sensitive method (EPA 508) at the time of
NPDWR promulgation is no longer the most sensitive method today, due to its MDL change, as
evident in Table 45, Based on the analysis of method usage over time, EPA 508 is more widely
used than the current most sensitive method, EPA 508.1. In light of the usage patterns for '
heptachlor epoxide, analytical method capabilities for the overall contaminant are probably
similar to those of the original methods. Although the WS data did not provide enough
information to perform a regression analysis, the passing rates at concentrations around the
current PQL of 0.2 pg/L. suggest that the PQL could be lower.

Hexachlorobenzene

Results of the Method Comparison

Hexachlorobenzene, a Phase V SOC, had three approved methods for drinking water analysis
at the time NPDWRs were promulgated (57 FR 31776). All three original methods consisted of
GC with extraction and/or detector variations (EPA 505, microextraction; EPA 508, ECD; and’
EPA 525.1, LSE). Since the Phase V rule was promulgated, the Agency has retained two of the
old methods, removed EPA 525.1, and approved three additional analytical methods, EPA
Methods 508.1, 525.2, and 551.1 (L.SE, ECD; LSE; and LLE, ECD, respectively). As shown in
Table 47, the most sensitive method of both the old and new categories is EPA 508, with an
MDL of 0.0077 ;Lg/L
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Table 47. Results of the Analytical Methods Comparison for Hexachlorobenzene (New
Methods in Bold) .

MCL=1pg/L  CurrentPQL=l1pgL _ DL‘=0Ipg/l  AcceptanceLimit'=+2x8D. ||

Methods Approved At Promulgation ’ Currently Approved Methods (141.24)

Method Technique MDL Method Technique MDL.
g/l (pg/L)

EPA 505! GC, microextraction 0.002 | EPAS50% GC, microextraction 0.002
EPA 508! GC, ECD 0.0077 EPA 508% GC,ECD 0.0077
EPA 525.1! | GC/MS,LSE - 0.2 EPA 508.1° GC, LSE, ECD 0.001
EPA 525.2* ‘ GC/MS, LSE 0.001

EPA 551.1° GC/MS, LLE. ECD | 0.001

! “Methods for the Determination of Oxgamc Compounds in Drinking Water,” EPA-600/4-88/039, December
1988.

2 “Methods for the Determination of Oxgamc Compounds in Drinking Water--Supplement 111,”
EPA/600/R-95-131, August 1995,

» Regulatory DLs for organic compounds are listed at 40 CFR §141. ’?4(h){ 18).
t Acceptance limits are listed at 40 CPR §141.24(0)9)0). S.D,=standard deviation,

Results of the Analysis of the WS Data
a. Method Usage Over Time =

The distribution of the analytical techniques used by EPA and State laboratorics in PE WS
studies 34 to 41 is illustrated by Figure 28. Methods designated as "othet” include methods for
which laboratories did not specify the method used or were otherwise unknown. As shown by
Figure 28, laboratories responding to these PE WS studies mainly determined hexachlorobenzene
using EPA 508, with the exception of one study (WS 39) where use of EPA 525.2 was more
prevalent. Use of EPA 525.2 began to appear in WS 36 and has increased slightly in recent
years. The analytical methods used most recently (i.e., WS841) for determination of
hexachlorobenzene are divided between the several available current methods. Use of EPA
508.1 was quite small relative to the other methods used.
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Figure 28, Distribution of Aﬁaiyﬁcai Techniques by WS Study: Hexachlorobenzene
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'b. Results of the PQL analysis

The original PQL of hexachlorobenzene (1 pg/L., 56 FR 3552) was determined using PE data
from WS 27. The data used for the re-evaluation of the PQL were taken from WS 27 through 41
(minus 28), The results of these WS studies are summarized in Table 48, which provides the
study number, the spiked value for the WS sample, the number of results from EPA and State
laboratories, and the results evaluated using acceptance limits of = 2 x 8.D (as spemﬁcd at
141 24(h)(19)(1))

It appears from the numerical data that EPA Regional and State laboratories are able to
achieve successful results within the == 2 x S.D. acceptance limits at rates well above the 75
percent criterion typically used for determining a PQL. Thus, a regression analysis using the
available PE data was not attempted due to the nature of these data. On average, the success
rates of the WS laboratories were about 92 percent over spike concentrations ranging from 0.4 1o
3.6 pg/L. The high passing rates at concentrations around the PQL of 1 pg/L suggest that the
PQL could be lower.
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Table 48. Evaluation of PE Data for Hexachlorobenzene from WS Studies Using the 2 x
S.D. Acceptance Limits (listed in order of increasing concentration)

WS _| Seiked (“True Vet gty | PRl om EF T [ L P S
29 0.417 8 83
27 0.483 s 100
38 0.538 45 93
35 0.635 31 S 90
30 0.667 38 95
37 0.806 . 42 | 93
36 0.847 50 88
32 0.857 44 89
41 1,03 38 9y
33 1.32 | 29 , 93
39 1.68 37 97
51 2.4 | 23 . 87
40 2,9 ‘ 48 Y
34 3.57 46 89

Conclusion for Hexachlorobenzene

Together, the results from the method comparison and the method usage over time show that
the most sensitive method, EPA 508, has been consistently used since the promulgation of the
NPDWRs and is one of the more frequently used methods for determination of
hexachlorobenzene. Thus, the MDL for the overall contaminant appears to be unchanged since
the original methods were promulgated. Other less sensitive methods that are also currently in
use include EPA Methods 505 and 525.2. Examination of the quantitative PE WS data reveal
that the percentage of laboratories successfully passing the proficiency exams is too high to
provide insight toward a re-evaluated PQL. However, the high laboratory passing rates at
concentrations around the current PQL are suggestive of a change in the PQL.
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Hexachlorocyclopentadiene

Results of the Method Comparison

With the promulgation of the NPDWRs for Phase V SOCs, the approved methodology for
determination of hexachlorocyclopentadiene included two EPA gas chromatography methods,
BPA 505 and 525.1. Since that time, EPA 525.1 was discontinued and four new methods were
added (EPA Methods 525.2, 508.1, 551.1, and 508). As indicated in Table 49, the MDLs for the
pewer methods (EPA Methods 508.1 and 551.1) are lower than the MDLs of both original
methods, while the MDLs of EPA Methods 505 and 525.2 are comparable to the MDL of the

original EPA 505. :

Table 49. Results of the Analytical Methods Comparison for Hexachlorocyclopentadicne

MCL = 50 pg/L Current PQL=1pg/l. DL =0. pg/L Acceptance Limit' =% 2%S.D,
Methods Approved At Promulgation Currently Approved Methods (141.24)
Method | Technique MDL Method | Technique | MDL

) 3 (pg/L)
EPA 505} Microextraction, GC ' 0.1 EPA 505° | Microaxtraction, GC 0.13
EPA 525.11 LSE, GC/MS 0.03 EPA 525;-22 LSE, GC/MS 0.1
A EPA 508.1 | LSE, GC with ECD 0.004 -
EPA 551.12 LLE, GC with ECD - 0.018
EPA 508? | GC with ECD N/A®

Y “Methods for the Determination of Organic Compounds in Drinking Water,” EPA-600/4-88/039, December
1988. : ' ' '

2 “Methods for the Determination of Organic Compounds in Drinking Water--Supplement I11,”
EPA/GOO/R-93-131, August 1995, :

A Regulatory DLs for organic compounds are listed at 40 CFR §14i.24(h){i8).
T Acceptance limits for organic compounds are listed at 40 CFR §141.24(h)(19)(3).
N/A = not available, i K
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Results of the Analysis of the WS Data

a. Method Usage Over Time

Figure 29 illustrates the distribution of the analytical techniques used by EPA and State
laboratories in WS studies 34 to 41. The results for "other" techniques in this figure include the
use of any other technique identified by the laboratories participating in the WS study, as well as
methods for which laboratories did not report any information on the type of method used. The
distribution of methods used by EPA and State laboratories has been fairly well-mixed. During
WS 34 and 35, EPA 505 was the predominant choice for determination of
hexachlorocyclopentadiene. From WS 36 to 41, however, use of EPA Methods 508 and 525.2
began to eclipse that of EPA 505. The remaining methods were used minimally throughout WS

34 to 41.

Figure 29. Distribution of Analytical Techniques by WS Study:
Hexachlorocyclopentadiene
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b. Results of the PQL Analysis

The current PQL of 1.0 pg/L was originally set from PE data from WS 23 through 27 (57 FR -
31801). The PQL re-evaluation used data from WS 24 to 41 (with the exception of WS 28 which
had no available data). Table 50 summarizes the results of these studies, providing the study
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number, the spiked value for the WS sample, the number of results from EPA Regional and State
laboratories, and the passing rates of these laboratories when evaluated using an acceptance limit
of & twice the standard deviation (as specified at 141.24(W)(19)(1))- :

Table 50. Evaluation of Hﬁexachiorocyciopentadiene Data from WS Studies Using the 2%
‘ S.D. Acceptance Limits (in Order of Increasing Cnncentrai‘ion) :

WE # Spike@ “True” Value (ug/L) # Rﬁsugféi?fa;g:’ A and % %&Zgﬁ::ggﬁélss D- .
25b 0.267 11 | 54.5 |
29 0.313 14 92.9
26b 0367 21 ' 95.2
24b 0.736 21 95.2
27 ©0.774 14 100
32 : 0.823 41 878
31 LU , 16 93.8
40 122 : 47 . 936
38 ‘ 147 - 44 93.2
30  am : '35 100
35 1.84 | 27 926
25a 1.87 12 833
41 T 35 97.1
34 214 ' 43 _ 953
26a 2.47 ‘ 21 ' 81.0°
37 | 249 40 o 95.0
33 O 2m | 26 ) 96.2
39 326 | 35 | 94.3 _
248 : 442 - 21 ' 905
36 . 4.71 ~ ' 47 93.6

Methods Support Document for Six-Year Review 93 : - Draft - March 2002




As shown in Table 50, laboratories exhibited passing rates over 75 percent in all WS studies ,
with the exception of one (WS 25b). Because the passing rates for laboratories determining J
hexachloropentadiene were well above 75 percent, a re-evaluation of the PQL was not feasible. !
However, the demonstrated success of laboratories at concentrations well below the existing PQL !
of 1 pg/L (e.g., WS 27, 29 and 32) suggests that a lower PQL may be possible. ‘

|
|

Conclusion for Hexachlorocyclopentadiene

The method comparison results indicate that method sensitivities have either remained \
similar or improved slightly (e.g., for EPA Methods 508.1 and 551.1). A review of method %
usage over time shows that EPA Methods 505, 525.2, and 508 were the most commonly used
methods in recent WS studies. Because the more sensitive methods were not used with great |
frequency, it would appear that method capabilities for hexachlorocyclopentadiene have ;
remained more or less unchanged over time. Although it was not possible to recalculate the .
PQL, high laboratory passing rates at concentrations below the current PQL suggest that a lower i
PQL may be feasible. . il

Mercury

Results of the Method Comparison : - 4 ‘ - : , j

Phase I IOCs include EPA Methods 245.1 and 245.2 (56 FR 3526). Since the time of
promulgation, EPA Method 200.8 has been approved. The currently approved methods for
mercury determination include EPA Methods 200.8, 245.1, and 245.2. Table 51 summarizes the
MDJLs for both the original and current approved versions of the methods. As shown in Table
51, the MDLs for current methods are equal in sensitivity to past methods. '
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Table 51. Resulis of the Analytical Methods Comparison for Mercury (Newly Promulgated
Methods Indicated in Bold)

MCL=2 pg/l.  Current PQL =05pg/L- DL =02 gg/L Acceptance Lim it = 30%

Methods Approved At Pmmntgatmn Currently Approved Methods

Method Techni | MDL . Method Technique MDL*
etho Technique chnigqu

‘ . (pg/L) (bl
EPA 245.1' | Manual, Cold Vapor 0.2 EPA 200.8° ICP-MS 02

BPA 2452' | Automated, Cold Vapor 0.2 EPA 2451 Manual, Cold Va;}or 0.2

EPA 245.2! Auvtomated, Cold Vapor 0.2

! “Methods for Chemical Analysis of Water and Wastes,” EPA/G600/4-79/020, March 1983,

% “Methods for the Determination of Metals in Environmental Samples-Supplement 1, ERVG00/R-94/111, May
1994.

* Regulatory DLs for inorganic compounds are listed at 40 CFR §141 73(a}{4}(1} and depcnd on analytical
method.

T Acceptance limits are Jlisted at 40 CFR §141.230)(3)(1) for i inomganic compounds.

Results of the Analysis of the WS Data
a. Method Usage Over Time

Figure 30 shows the distribution of analytical tcchniques used by EPA and State laboratories
for WS studies 34 10 41. The results for "other" techniques in this figure include the use of any
other technique identified by the laboratories participating in the WS study, as well as
“unknown” methods, (i.e., metheds for which laboratories did not report any information on the
type of method used). : :

As shown in Figure 30, EPA Method 245.2 (adtbmated cold vapor) was the most widely used
method in WS 34 and 35. From WS 36 to WS 41, EPA Methods 245.1 (manual cold vapm) and
245.2 were most commonly used.
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Figure 30. Distribution of Analytical Techniques by WS Study: Mercury
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b. Results of the PQL Analysis

The current PQL of 0.5 pg/L was originally set using previous PE data (56 FR 3549). With -
the availability of more cuirent data from WS 24 to 41, a PQL re-evaluation was attempted.
Table 52 summarizes the results of these water studies, providing the study number, the spiked
value for the WS sample, the number of results from EPA and State laboratories, and the
mercury results evaluated using an acceptance limit of & 30 percent, as designated in 40 CFR §

141.23(k)(3)(ii).
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Table 52. Evaluation af Mercxiry Data from Ws Studies Using the 30% Acceptance Limits
(in Order of Increasing Concentratwn)

# Resulis from EPA and % Labs Passing £ 30%

wS# Spiked “Truc” Value (ug/L) State Labs ‘ : Acceptance Limits

29 0506 | 3] 87.1
| 252 0.720 37 703
35 0.897 . 37 . 94.6
31 0.908 | 31 g7
27 1.29 N 33 . 97,0
40 , .50 | 60 | 93.3
33 1.77 34 , 94.1
24b 2.16. 59 949
26b 247 o 61 934
36 300 6l | 95.1
30 346 62 ' 100.0
39 380 @ , 830
25b 432 37 , K 91.9
26a 456 | e o 96.7
34 5.09 61 100.0
24a - 5.76 | : s9 96.9
41 | 5.82 as | 100.0
32 . 625 64 969
38 ' 6.39 60 ' 95.0
37 316 47 91.5

e el

The data from the available WS studies were not conducive to recalculation of the PQL
because the percentage of labs passing (with the exception of one study) generally exceeded the
standard 75 percent passing criterion needed to evaluate the PQL using the either a linear
regression or graphical approach.’ In addition, the majority of the true values were above the
original PQL of 0.5 pg/L.. However, at values slightly above the current PQL (e.g., WS 29 and
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254a) the passing rates of 87 and 70 percent would indicate that the current PQL. is most likely in
the appropriate range.

Conclusion for Mercury

Since the promulgation of the NPDWR for mercury, EPA 200.8 has been added to the
original two analytical methods approved for the measurement of mercury in drinking water
(EPA 245.1 and 245.2). The three methods currently approved for mercury are all equal in
sensitivity with an MDL of 0.2 pg/L. According to the distribution of analytical methods usage
over time, EPA 245.2 was more widely used than EPA 245.1 during WS 34 to 35, From WS 36
to 41, these two methods were utilized with approximately the same frequency. Upon review of
the WS data, a high percentage of laboratories successfully passing the WS studies prevented a
recalculation of the PQL at the 75 percent passing rate, Thus, the available PE data prowded
little evidence for a lower PQL using this approach. Observation of laboratory passing rates at
concentrations shghtly above the current PQL of 0.5 pg/L. suggests that this PQL is still in all
likelihood appropriate.

Methoxychlor

Results of the Method Comparison

At the promulgation of the NPDWRs for methoxychlor, three methods were approved for the
determination of this compound: EPA Methods 5085, 508, and 525.1 (56 FR 3552). Since that
time, use of EPA 525.1 has been discontinued and additional methods have been approved,
including EPA Methods 508.1, 525.2, and 551.1. All approved methods utilize GC in various -
forms. As shown in Table 53, the MDL of EPA 505 has changed little over time, whereas the
MDL of EPA 508 has improved in sensitivity, The MDLs of the newer methods (in bold) range
from 0.008 to 0.1 pg/L. The most sensitive method currently available (EPA 551) has about 125
times the sensitivity of the original EPA 505.
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Table 53. Results of the Analyﬁcal Methods Compamson for Methoxychlor (Newly
Promulgated Methods in Bold) .

DL =0.1 pg/L

Aceeptance Limit" = 45%

MCL = 40 pg/L Current PQL = 10 ug/L
Methods Approved At Pmniulgatien Currently Approved Methods (141.24)

- Method Technigue M_DL : Method Technigue | MDL
(pe/L) (rg/L)
EPA 505 Microextractidn, GC 1.0 EPA 505° Micro%igaction, 0.96
EPA 508! GC wifh ECD 6.05 - EPA 5082 GC with ECD 0022
EPA 525.1 GC/MS with LSE 40 EPA 508.1% GC with LSE; ECD 0.015

EPA 525.2* GCXMS with LSE 0.1
EPA 551.1P° GC with LLE, ECD 0,008

L Methods for the Determination of O:gamc Compounds in Drinking Water,” (EPA/600/4- 831039), December
1988.

#*Methods for the Determination of Organic Compounds in Drinking Water--Supplement 111, EI’A/’SOOXR»‘)S«
131, August 1995.

* Regulatory DLs for organic compounds are listed at 40 CFR § 141.24(h)(18).

T Acceptance limits for orzanic compounds are listed at 40 CFR § 141.24(h)(19)(1).

* Results of the Analysis of the WS Data

a, Method Usage Over Time

The distribution of methods used by EPA and State laboratories participating in WS 34 to 41
is depwted in Figure 31. The category of “other” includes any unidentified techniques used by
participating labomiones As Figure 31 shows, EPA 508 was used most widely by participating
laboratorics during WS 34 to 41. As EPA 525.1 was phased out in WS 36, use of newer
methods, EPA Mothods 525.2 and 508.1, began. EPA 505 and other umdenmﬁed methods were

used intermittently throughout WS 34 to 41.
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Figure 31. Distribution of Analytical Techniques by WS Study: Methoxychlor
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b. Results of the PQL Analysis

The PQL for methoxychlor was originally proposed at 0.001 mg/L., but was finalized in 1991
at 0.01 mg/L (or 10 pg/L). The method for deriving this value wag multiplication of the
detection limit by a factor of ten (56 FR 3551). Recently, with the availability of more recent
laboratory performance data from WS 24 to 41, a reassessment of the existing PQL was
conducted. Table 54 summarizes each WS result including the spiked (or “true™) conceniration
in the test sample, the number of participating laboratories, and the calculated percentage of
. laboratories successfully passing within the specified £ 45 percent acceptance limit for

methoxychlor (141.24(h)(19)(i)).

Table 54. Evaluation of Methoxychlor Data from WS Studies Using the 45% Acceptance

Limits (in Order of Increasing Concentration)

e 9 N7, # Results from EPA and % Labs Passing & 45%
WS # Spiked “True” Value (ug/L) State Labs Acceptance Limits
26b 2.18 59 98.3
25a 3.17 37 94.6
29 5.21 33 97.0
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Ws# | Spiked “True Value ugity | FROSUGEFom BpAand | % B
24b 5.37 R B 93.4

31 e R . 813
34 142 52 923

27 16.6 : 30 89.7
2 174 - 59 88

37 ' 18.5 ' 45 : 933

41 : 26.8 43 90,7

36 28.9 56 N 92.9

30 342 | s 88.9
38 34.8 51 ' 88.2
33| 423 s ' 97.1
40 ' 42.8 54 96.3
25b 48.8 37 94.6
39 ' 538 43 w0
35 62.6 » 30 96.7
24a 73.2 o 62 ' 91.9
264 8 . 59 1 932 .

Table 54 reveals that the percentage of passing laboratories was well above the 75 percent
criterion, and thus, the PQL could not be re-evaluated using the regression technique. Table 53
also shows that even at very low concentrations (e.g., one-fifth of the existing PQL), a large
percentage of EPA and State laboratories was able to pass the WS study, suggcstmg that a lower
PQL may be feasible. :

- Conclusion for Methoxvehlor

EPA Methods 505, 508, and 525.1 were originally approved for the determination of
methoxychlor with the promulganon of the NPDWRs for Phase I SOCs in 1991. Since then,
EPA 525.1 has been removed while EPA Methods 508. 1,525. 2, and 551.1 have been added to
the approved list. A review of the method usage over time shows that laboratories participating
in WS 34 to 41 utilized EPA 508 more frequently than all other approved methods, although this
margin of difference began to decrease in more recent WS studies. A revised PQL for
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methoxychlor could not be determined due fo the large percanf;agé of laboratories surpassing the %}
75 percent criterion. However, the data do reveal a possible basis for lowering the PQL hased on A ;
the high success rates of laboratories at concentrations well below the current PQL. .
I
!
i

Oxamyl

Results of the Method Comparison

Oxamyl is one of several SOCs first regulated under the Phase V Rule (57 FR 31776). Under

this rule, EPA 531.1 (a HPLC method) was approved for determination of oxamyl. More

recently, the Agency has approved an additional analytical method, Standard Method (SM) 6610 i

(HPLC followed by post-column reaction and fluorescence detection), while retaining the use of *!

EPA 531.1. The MDL for SM 6610 is not specified, as methods published by organizations

outside the Agency are not required to calculate an MDL. The MDL for EPA 531.1 has not

changed since the 1988 Phase V Rule promulgation, signifying no change in analytical sensitivity

for this contaminant. i
|
%
|

Table 55. Results of the Analytical Methods Comparison for Oxamyl

MCL =200 pg/L Current PQL =20 pg/L DL =2 pg/L. Acceptance Limit" =+ 2%8.D,

Methods Approved At Proniu.lgation . Currently Approved Methods
Method Technique MDL Method Technigne MDL
(ng/L) ‘ (ug/L)
EPA 531.1 HPLC 2.0 EPA 531.1% HPLC 20

SM 6616° HPLC-post column reaction/

#®
fluorescence detection NA

! “Methods for the Determination of Orgdnic Compounds in Drinking Water,” EPA-~ 600 /4887039, December
1988.

* “Methods for the Determination of Oiganic Compounds in Drinking Water--Supplement 111"
EPA/600/R-95-131, August 1995.”

¥ Standard Method 6610. Supplement to the 18th edition of Standard Methods for the Examination oF Witer and
Wastewater, 1994, American Public Health Association, 1015 Fifteenth Street NW, Washington, D.C. 20005.

+ Regulatory DLs for inorganic compounds are listed at 40 CFR §141.24(h)(18).
* Acceptance limits are listed at 40 CFR §141.24(h)(19)(D).
* MDLs not provided for voluntary consensus standard methods,
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Results pf the Analysis of the WS Data

a. Method Usage Over Time

The distribution of the methods used by EPA Regional and State laboratories in WS studies
34 to 41 is shown in Figure 32. The results for “other” techniques in this figure include methods
for which laboratories did not report any information on the type of method used or reported
codes that could not be identified. As shown in Figure 32, EPA 531.1 was the most widely used
analytical method for determination of oxamyl during WS 34 to 41. By contrast, the more .
recently approved SM 6610 was only used minimally during WS 40. v :

Figure 32. Distribution of Ailalyﬁca} Techniques by WS Study: Oxamyl
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b. Results of the PQL Analysis

The current PQL of 20 pg/l. was originally determined using a ten times MDL multiplier (56
FR 30370). Inre-evaluating the PQL, a broader range of PE data from WS 24 to 41 were
analyzed. Table 56 summarizes the results of these water studies, providing the study munber,
the spiked (or “true™) value for the WS sample, the number of results from EPA and State -
laboratories, and the percentage of laboratories that successfully passed the test using an
acceptance limit of + 2*S.D. (specified at 141.24(h)(19)()).
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Table 56. Evaluation of Oxamyl Data from WS Studies Using the £ 2* 8.D. Acceptance
Limits (in Order of Increasing Concentration)

WS# | Spiked “True” Value /L) | oriount and Gtate tabs | AcecptamecLinits
29 4.60 ' 10 : 10.0
31 5.72 14 0.00

30 6.47 25 ‘ 24.0
27 12.4 8 | 25.0
24a 12.5 8 75.0
32 12.8 | 36 50.0
25a 17.6 - 5 60.0
34 22,5 . a3 76.7 ,
26a 26 13 76.9
33 262 \ 13 : 462
24b 313 8 | 87.5
41 33.8 29 862
36 34.1 o | 80.9
40 427 ) 95.2
37 46.4 | 36 83.3
26b 46.4 13 | 76.9
35 472 30 | 83.3
25b 535 . 5 80.0
38 58.8 4 90.5
39 78.7 , 32 | 90.6

The WS data for the EPA Regional and State laboratories shown in Table 56 were also used
to develop a linear regression. The spiked value concentration is the independent variable (x)
and the percentage of laboratories achieving acceptable results (within the acceptance window) is
the dependent variable (¥). For the equation y = mx + b, m stands for the slope of the regression
line (change in the percentage of laboratories passing as spiked concentration increases) and b
stands for the y-intercept. '
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The use of regression techniques assumes that the data-from the various WS studies form a
single continuous data set. In reality, the study results do not form a continuous data set, but
represent results from samples spiked at specific discrete concentrations of oxamy! and analyzed
a few at a time over an extended period. Flowever, through the use of a linear regression, the
data can be used to create a model (the regression line) that may be useful in predicting accuracy
and precision as a function of the concentration of the samples. The regression determines the
linear relationship that best fits the observed results, in effect smoothing the curve and ensuring
that there is a unique concentration that corresponds to any percentage of acceptable laboratories.

Calculating the regression equations also provides the correlation coefficient (r) for the
regression, which is a measure of the degree to which the actual data fit the linear model
represented by the regression line. An 1 value of one would indicate a perfect fit with a positive
slope of the data to the model. A value, p, can also be caleulated for the regression that indicates
the probability of concluding the null hypothesis (in this case that the spiked value concentration
is linearly correlated with the percentage of labs achieving acceptable results) is false, when in
fact the null hypothesis is true, for the given data set. In statistical terms, p indicates the
probability of a Type I error. The results for the regression equation are summarized in Table 57.

Table 57. Regression Results for Oxamyl
Regression Term ' +2*8,D. Acceptance Limits
m : v 0.0125 |
b 0.223
T | | 0.819
P ' 0.005

The r value of 0.82 indicates that the data fit the linear model fairly well. The p value of-
0.005 indicates that the spiked value and the percentage acceptable are linearly correlated with
more than 99 percent confidence. ‘ ‘

Figure 33 shows the graphical results of the regression. The observed data were plotted
against the WS spiked value concentration and the results predicted from the linear regression
line were superimposed. The observed success rate for the EPA and State laboratories is
noticeably lower than the predicted success rate in the region below 20 pg/L.. While attempts
might be made to model the obsérved results using a second order (non-linear) regression, the
Agency does not believe that there is a scientifically valid reason to do so. Figure 34 also shows
that the percentage of laboratories achieving acceptable results reaches 75 percent at a
concentration of 39.5 wg/L which, by the graphical method, indicates the value of the re-
evaluated PQL (RPQL). This concentration is higher than the existing PQL of 20 pe/lL.
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The oxamy! PE data illustrate the expected outcome from PE testing: a lower percentage of
labs passing at the lowest true values, with an increasing percentage of labs passing as true values
increase, due to increasing lab analytical capabilities at higher concentrations. As true values
increase further, the percentage of labs passing approaches a stable plateau beyond which lab
analytical capabilities do not improve. This results in a two-part distribution: the lower true
values (<30 pg/L) are characterized by a line of steeper slope, while higher true values (>30
pg/L), are characterized by a line that is nearly flat (see Figure 33). Using this graph to visually
estimate a re-evaluated PQL, the original choice of 20 pg/L appears to be appropriate.

Figure 33. PQL Evaluation of PE WS Data: Oxamyl
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Figure 34. Two-part Distribution of Oxamyl WS Data
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‘Conclusion for Oxamyl

Although a new method for the determination of oxamyl was introduced (SM 6610), this
method was rarely used, as seen in the graph of method usage over time (Figure 32). Due to the
overwhelming continued usage of EPA 531.1, whose MDL has not changed, analytical methods
capabilities appear to have remained unaltered over time. Based on the PQL reassessment, it is
apparent that laboratory success follows a linear relationship with true value concentrationtoa
point, after which the success rate plateaus. Using the standard linear regression approach, the
new RPQL was determined to be 39.5 pg/L, which may be linked to higher spiked concentrations
exhibited in more recent PE WS data. However, if the data are not plotted on a single line but
rather in the two-part manner of Figure 34, the RPQL would most likely resemble the existing
value of 20 pg/L. It is likely that the PQL may lie somewhere between 20 and 40 pg/L.

PCBs
Resulis of the Method Comparison

For the NPDWRs, all polychlorinated biphenyls (PCBs) were collectively grouped and
identified by the particular aroclor decachlorobiphenyl (DCBP). In 1991, EPA approved EPA
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508A for determination of DCBP, a Phase II SOC (56 FR 3526), in drinking water. This
analytical method utilizes gas chromatography with perchlorination. Since promulgation of the
Phase II rule, EPA has not changed the status of EPA 508A and its MDL remains at 0.1 pg/L
(Table 58). . :

Table 58. Results of the Analytical Methods Compariéon for PCBs (Newly Promulgated
Methods are Indicated in Bold)

Methods Approved At Promulgation Currently Approved Methods
. MDL _ . MDL
Method Technique Method Technique
(rg/L) (hg/L)
EPA 508A' | Perchlorination with GC 0.1 ] EPA 508A' Perchlorination with GC 0.1

i
%
i
5
3
MCL = 0.5 pg/L Current PQL = 0.5 pg/L DLA =0.1 ug/L Acceptance Limif' =% 100% q
!
!
!

! “Methods for the Determination of Organic Compounds in Drinking Water,” EPA-600/4-88/039, December !
1988. . ‘ i

4 Regulatory DLs for organic compounds are listed at 40 CFR §141.24(h)(1 8).

* Acceptance limits for organic compounds are listed at are listed at 40 CFR §141.24({190).

Results of the Analysis of the WS Data

a. Method Usage Over Time

over the duration of WS 34 to 41, its usage was not plotted. :
b. Results of the PQL Analysis

The original PQL for PCBs was proposed at five times the MDL of 0.1 ug/L. For the final
rule, EPA compared this value with multilaboratory performance data from WS studies 22 to 24,
and found the PE data to support the proposed value, 0.5 pg/L (56 FR 3552). For the six-year ,
regulatory review, new efforts have been made to reassess the PQL using more recent PE WS o
data from WS 31 to 41. These data are summarized in Table 59, which indicates the stady
number, the true value of the WS sample, the number of results returned by EPA and State i
laboratories, and the calculated percentage of laboratories whose results successfully passed i
within designated acceptance limits for PCBs (100 percent, as specified at 40 CFR
§141.24(h)(19)(1)). , -
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Table 59. Evaluation of PCBs Data from WS Studies Using the = 100% Acceptance Limits
(in Order of Increasing Concentration) '

ws# | Spiked “True Value gy | FResgrom BRAand ] LR e
31 ' 0445 13 69.2
37 0.527 27 92.6
35 0.596 e 15 ‘ 80.0
39 0667 : 26 | 96.2
38 - 0.733 27 i 92.6
33 0807 . 14 | 929
32 0959 : 2 ' 955
34 . 1.08 ‘ 26 962
36 L1s . 30 033
40 | 123 . 7 100
41 ' 180 21 100

A PQL is historically derived from a concentration at which 75 percent of the participating
laboratories pass, or report concentrations that fall within the specified acceptance limits.
However, the data in Table 59 indicate that laboratories exceeded the required 75 percent
criterion in almost all studies (with the exception of WS 31). Because of the high laboratory
passing rates and a lack of sufficient spike concentrations below 0.5 pg/L, the PQL for PCBs
‘could not be re-evaluated graphically with these data. However, the two of the three lowest spike
concentrations close to the current PQL, WS 31 (0.445 pg/L) and WS 35 (0.596 pg/L), had
passing rates of 69 and 80 percent, respectivély. These passing rates suggest that the current PQL
of 0.5 pg/L is unlikely to change. ' :

Conclusion for PCBs

Since the promulgation of the NPDWR for PCBs, EPA 508A has been the only method
approved for PCB determination. As the current PQL was derived from the MDL multiplier
method rather than multi-laboratory performance data, a PQL re-evaluation was attempted using
current PE data from WS 31 to 41. The high percentage of laboratories passing the PE testing
within the designated acceptance limits and the relatively high spike concentrations prevented a
conclusive re-evaluation of the PQL using the historical approach. However, spike
concentrations close to the current PQL had laboratory passing rates close to 75 percent. This
suggests that the current PQL is appropriate and unlikely to change. '
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Pentachlorophenol

Results of the Method Comparison

With the promulgation of NPDWRs for Phase IT SOCs, two methods were approved for the
determination of pentachlorophenol in drinking water: EPA Methods 515.1 and 525.1 (56 FR
3526). Since promulgation of this rule, EPA removed EPA 525.1 and approved the use of five
new or updated methods: EPA Methods 515.2, 515.3, 555, 525.2, and ASTM Method D5317-93
(GC with ECD), a voluntary consensus method, T he MDLs of them methods are indicated in

Table 60.

Table 60. Results of the Analytical Methods Compar;son for Pcntachloro:phenol (Newly

Promulgated Methods Are Indicated in Bold)

DLA = 0.04 pg/L

MCL =1 pg/L Current PQL =1 pg/L Acceptance Limit' = 50%
Methods Approved At Promulgation Currently Approved Methods (141.24)
MDL MDL
Method Technique _ Method Technique _
(ng/L) (pg/l)
EPA 515.1! GC with ECD 0.076 EPA 515.1° GC with ECD 0.032
EPA 525.11 LSE, GC/MS 0.3-3.0% | EPA 52527 LSE GC/MS 0.72- 0%
EPA 515.2° LSE, GC with ECD 0.16
: 5 LLE, derivatization and
EPA 555 |. GC with ECD 0.15- 1.6
: o i LLE, derivatization and N
EPA 515.3 GC with ECD 0,021 - 0.085*
D5317-93° GC with ECD N/A”
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! “Methods for the Determination of Organic Compounci% in Drinking Water,” EPA-600/4-88/039, December
1988, :

2 “Methods for the Determination of Onganic Compounds in Drinking Wlwl »»Suppiement 1) A
EPA/GO0/R-95-131, August 1995,

3 “Methods for the Determination of Omganic C()mpounds in Drinking %ter—~3uppiem&nt 1LY EPA/GOU/R-
92/129, Avgust 1992,

““Determination of Chlorinated Acids in Drinking Water by Liquid-liquid Extraction, Derivatization and Gas
Chromatography with Electron Capture Detection,” Revision 1.0, ERA/815/B-89/001, July 1996.

5 dnnual Book of ASTM Standards, Vol. 11.01. American Scciez:v for Testing and Materials, 1961 Race Street.
Philadelphia, PA 19103, :

4 Regulatory DLs for organic compounds are listed at 40 CFR §i4} 240183,

¥ Acceptance limits for organic compounds are listed at are listed at 40 CFR §141.24(h)(19)(i).

* Multiple MDL values result from variability of reagents, instrumentation and/or laboratory performance.
S N/A = not available. MDLs for voluntary consensus standard methods are not specified,

As shown in Table 60, most of the current EPA methods for pentachlorophenol do not
display a significant increase in analytical sensitivities as compared to the methods approved at
the time of the Phase 11 rule promuig,aiien The exception is EPA 515.1, which has
approximately twice the sens:xtmiy of the prior version of the same method approved at the time
of promulgation.

Results of the Analysis of the WS Data

a. Method Usage Over Time

The distribution of analytical methods used by the EPA and State laboratories in WS 34 10 41
is plotted in Figure 35. The “other” techniques represent methods which were not specifically
identified by participating laboratories or were otherwisé unknown, As shown in Figure 35,
despite the addition of several new analytical methods, the majority of laboratories still favomd
the use of EPA 515.1 for determination of pentachlorophenol during WS 34 to 41. The more

recently approved EPA Methods 515.2 and 555 were used much less frequently, by comparison.
EPA 525.2 was only used intermittently during the study period.
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Figure 35. Distribution of Analytical Techniques by WS Study: Pentachlorophenol
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b. Results of the PQL Analysis

EPA determined the current PQL of 1 pg/L (0.001 mg/L) for pentachlorophenol using earlier
water supply data (WS 22 10 25, 56 FR 3552). A re-evaluation of the PQL was attempted using
more recent PE data from WS 24 to 41. Table 61 summarizes the data from these WS studies
(with the exception of WS 25, 27, 28, and 30), indicating the study number, the true value of the
WS sample, the number of results from EPA and State laboratories, and the percentage of '
laboratories whose results successfully passed the acceptance limits of & 50 perce:nt for
pentachlorophenol (40 CFR §141 24(h)(19)(1))
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Table 61. Evaluation of Pentachlorophenol Data from WS Studies Using the + 50%
Acceptance Limits (in Order of Increasing Concentration)

WS# | Spiked “True” Value (ug/ly | ¥ RegD IO A ond Y aeeoptanct Cimite
245 0.924 3 84.6
33 272 24 833
262 375 | 16, . - 875
37 | 6.59 | 40 750 o
29 ' 6.73 o n - | 727
35 8.91 | 35 | 74.3
32 , 107 35 : 85.7
31 11.4 ‘ 6 625
36 o146 ’ 46 87.0
38 14.7 | 48 ‘ , 87.5
24b 16.2 BEEI 76.9
40 22.3 , ‘ 47 . 95.7
34 o 22.6 45 66.7
41 | 34.6 36 , 91,7
26b 38.5 6 75.0
39 43.7 41 85.4

Visual examination of the data show that with the exception of three WS studies (WS 29, 35
and 34), the laboratory passing rates exceeded the 75 percent criterion and only one WS study
had a spike concentration below the current PQL of 1 pg/L. Because many of the laboratories
achieved high success rates during PE testing for pentachlorophenol, the resulting regression line,
shown in Figure 36, failed to intersect the 75 percent line that would have indicated the new
estimated PQL. Furthermore, there were very few water studies with spiked samples below thf.:
current PQL. Thus, a new PQL could not be derived using this procedure.
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Figure 36. Evaluation of PE WS Data: Pentachlorophenol
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Conclusion for Pentachlorophenol

The plot of the method usage over time for WS 34 to 41 indicates laboratories consistently
used EPA 515.1 more frequently than other methods. The detection limit for EPA 515.1 has not
changed over time, as shown by the results of the method comparison (Table 60). The available
WS data did not provide a basis for lowering the PQL for two reasons: the passing rates of
laboratories were generally greater than the 75 percent criterion for PQL cstmxatzon and the true
value concentrations typlcally exceeded the current PQL. '

Picloram

Results of the Method Comparison

Picloram became a regulated SDWA. contaminant in 1992 with the promulgation of
NPDWRs for Phase V SOCs (57 FR 31776). At that time, the sole method approved for
determination of picloram in drinking water was EPA 515.1. Since promulgation of the Phase V
rule, EPA has added two methods to the approved list: EPA Methods 5152 and 555, Table 62
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summatizes MDL information for the current and former approved methods for picloram. EPA
555 is about five times less sensitive compared to earlier methods.

Table 62. Resulis of the Analytical Methods Compansen for I’xcloram (Newly
Promulgated Methods Are Indlcated in Bold)

MCL m‘S‘()ﬂ‘ ;J.g[L‘ Current POL = 1 pg/L, DLA = 0,1 pg/L. Aeeeptance Limit" =2*8.D.

Methods Approved At Promulgation Cxarmnﬂv Approved Methods
R MDL _ . - MDbL
Method Technique Method Technique
: (ng/L) (ng/L)
] » 2 'V oieh T - 014
EPA 515.1 GC with ECD 0.1 EPA 515.1 GC with ECD (EDL)®
: 3 HPLC with a Photodiode
EPA 555 Array Ultraviolet Detector 0.5
EPA 515.2° LSE, GC with ECD 035

P “Methods for the Determination of Organic Compcunds in Drinking Water,” EPA/600/4-88/039, December
1988.

2 “Methods for the Determmatxon of Organic Compounds in Drinking Water Supplement 11,” EPA/GOG/R-92/1 ’19
August 1992,

% “Methods for the Dctennmamon of Organic Compounds-in Drinking Mter--Supplemenf L”
EPA/GOO/R-95-131, August 1993,

A Regulatory DLs for organic compounds are listed at 40 CFR §141.24(h)(18).
¥ Acceptance limits for organic compounds are listed at are listed at 40 CFR §141.24¢h)(19)(0).
® EDL = estimated detection limit, used to approximate the MDL.,

Results of the Analvsis of the WS Data
a. Method Usage Over Time

The distribution of analytical methods used during each water study from WS 34 to 41 were
- plotted (Figure 37). The “other” techniques represent methods which were not specifically
“identified by participating laboratories or were otherwise unknown. As shown in Figure 37,
during WS 34 to 36, the majority of laboratories used EPA 515.1 for determination of pmioram
Use of EPA 515.2 gradually increased over this period but was still greatly outwezghed by use of
EPA 515.1. Laboratories employed IZPA 555 only minimally.
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Figure 37. Distribution of Analytical Techniques by WS Study: Picloram
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b. Results of the PQL Analysis

The original PQL for picloram of 1.0 pg/L was derived by multiplying the detection limit
(DL) by a factor of 10 (57 FR 31776). With the availability of more recent PE data, a
reassessment of the PQL was attempted. Table 63 summarizes the data from WS 24 10 41 (with
the exception of WS 25, 27, 28, and 29, which lacked data), indicating the study numbes, the true
value of the WS sample, the number of results from EPA and State laboratories, and the
percentage of laboratories whose results successfully passed withio the acceptance limits for -

picloram. These limits (£2*S.D.) are not fixed but essentially represent a function of ﬁae true
value (40 CFR §141.24(h)(19)(1)).
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Table 63. Evaluation of Picloram Data from WS Studies Using the + 2* S.D. Aceeptance.
Limits (in Order of Increasing Concentration).

ws# | Spiked “True Value gy | F RO Tom BRA | s
26b . T 11 . 636
24b 263 12 3 91.7
32 10.6 B I 938
34 132 43 93.0
33 174 24 100
24a 17.5 @ 11 | 100,
30 224 o2 - §8.5
*37 233 38 ~ 100
3t ' 26.7 12 917
26 31z 1 BT | 91.7
36 422 45 - 100
40 440 | 43 , 95.3
38 564 43 | - 93.0
no 62.1 .35 o 97.1
35 62,5 A 24 792
39 o an 37 ' 100

As shown by Table 63, participating EPA and State laboratories in every water study but one
(WS 26b) achieved a passing rate above the 75 percent criterion for determination of the PQL.
Therefore, estimation of the PQL is likely to not be meaningful for this dataset. In addition, the
entire range of true values for this contaminant exceeded the current PQL, some by nearly two
orders of magnitude, preventing any assertions on the appropriateness of a lower PQL.

Conclusion for Picloram

The available WS data do not support a reassessment of the PQL based on the 75 percent
criterion because the passing rates of laboratories almost always exceeded this value. Therefore,
a quantitative reassessment of the PQL could not be performed using the graphical approach.
The current PQL of 1 pg/L appears to still be appropriate. ‘
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Tetrachloroethylene

Results of the Method Comparison

The final January 1991 NPDWR for Phase II VOCs (56 FR 3526) approved several analytical

methods for tetrachloroethylene. These included EPA Methods 502.1, 502.2, 503.1, 524.1, and
524.2. Since this regulation was promulgated, the Agency retained EPA Methods 502.2 and
524.2 for determination of tetrachloroethylene and introduced a new GC variation, EPA Method
551.1. Table 64 summarizes the MDLs for both the original and currently approved versions of
the methods. As shown in Table 64, EPA Methods 502.2 and 551.1 have greater detection
sensitivity than EPA 524.2. ‘

Table 64. Results of the Analytical Methods Comparison for Tetrachloroethylene (Newly
Promulgated Methods in Bold)

MCL=5pg/LL.  CurrentPQL=5ug/lL. DL*=0.5 iug!L Acceptance Limits’ =% 20% (>10 pg/L) or

= 40% (<10 pg/L)
Methods Approved At Promulgation - Currently Approved Methods (141,24) .
, - MDL M
Method Technique Method Technigque MDL
(g/L) ' (ug/L)
EPA 502.1! Purge and Trap GC 0.001 EPA 502.2% Purge and Trap GC 0.04 - 0.05*
EPA 502.2' | Purge and Trap GC g?)i#: EPA 524.2% GC/MS . 0.14
EPA 503.1! Purge and Trap GC 0,01 EPA 551.1° ' LLE/GC with ECD 0.002
EPA 524.1' GC/MS 0.3
EPA 524.2' GC/MS 0.14

"*Methads for the Determination of Organic Compounds in Drinking Water,” EPA/600/4-88/039, December
1988. : ’

#“Methods for the Determination of Organic Compounds in Drinking Water—~8upplemént 111, EPA/6O0/R-95-
131, August 1995, ‘ o

* Multiple method detection limit (MDL) values result from variability of reagents, instrume.ritation and/or
laboratory/analyst performance.

+ Regulatory DLs for organic compounds are listed at 40 CFR § 141.24(f)(17).
T Acceptance limits for VOCs are listed at 40 CFR § 141.24(H(17)().
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Resg}ts of the Analysis of the WS Data

a. Method Usage Over Time

The distribution of the different methods used by EPA and State laboratories during WS
studies 34 to 41 are shown in Figure 38. The category of “other” contains those methods that
were unknown or unidentified by the parumpaimg laboratories. During WS 34 to 41, EPA 5242
was the favored method for determining tetrachioroethy¥cn¢ among participating laboramnes o
Use of EPA 524.2 generally increased slightly over time while usage of EPA 502.2 decimcd No
use of EPA 551.1 was observed during these studies.

Figure 38. Distribution of Ana!vtxcal Techmqueﬁ. by WS Study:
Tetrachloroethylene '
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b. Results of the PQL Analysis

The Agency set the original PQL at 5 pg/L (52 FR 25700 and 56 FR 3526) for all VOCs
except vinyl chloride. More recent data from WS 27 through 41 (except WS 28 which had no
available data) were used to re-evaluate the PQL for tetrachloroethylene. Table 65 summarizes
the results of these WS studies providing the study number, the spiked value for the WS sample,
the number of laboratory results reported, and the percent of laboratories passing the WS
proficiency test for tetrachloroethylene within the acceptance limits of + 20 percent for a true
value greater than10 pg/L, or & 40 percent for a true value less than 10 pg/L (specified at

141.24(£)(17)(@)).

Table 65. Evaluation of Tetrachloroethylene Data from WS Studies Using the & 20% or &
40% Acceptance Limits (in Order of Increasing Concentration)

WS # Spiked “True” # Results from EPA % Labs Passing = 20% Yo Labs Passing == 40%
Value (ug/L) and State Labs Acceptance Limity Acceptance Limits

32 7.43 63 100 -

39 7.60 45 97.8

27 7.76 35 100

30 9.00 60 100

37 9.60 48 100

4] 11.5 41 92.7

31 11.6 33 97.0

35 11.6 36 91,7

33 129 34 91.2

38 14.1 56 94.6

40 14.7 58 914

29 15.6 34 85.3

34 16.5 60 96.7

36 18.5° 61 91.8
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The data for tetrachloroethylene could not be used to re-evaluate the PQL because Stata and
EPA laboratories, on average, passed the performance evaluation at a rate over 90 percent. Thus,
laboratories surpassed the standard 75 percent acceptance criterion typically used to determine
the PQL. In addition, the true value concentrations observed in the available WS data were all
greater than the current PQL of 3 pg/l.. At concentrations close to the current PQL (7.43, 7.60
and 7.76 pg/L), the passing rates were 100, 98 and 100 percent, respectively. This data suggest
that the current PQL of § pg/L could be 10wer

Conclusion for Tetrachloroethylene

The method comparison results show that since the promulgation-of analytical methods for
tetrachloroethylene under the NPDWR, one method was retained (EPA 524.2) and two methods
were added (EPA Methods 502.2 and 551.1). The most commonly used method in recent WS
‘studies has been EPA 524.2, which is also the least sensitive method of the past and present
methods. The MDL and method usage information together imply that observable analytical
sensitivities for this contaminant have not improved since the promulgation of the Phase I rule.
This conclusion is further supported by the observation that EPA 551.1, the most sensitive of the
three currently approved methods; appears from the WS data to not be employed by EPA or State
laboratories. Evaluation of the quantitative PE data showed that the majority of the laboratories
conducting WS analyses had surpassed the 75 percent criterion. The high percentage of
laboratories passing and high true value concentrations apparent in the WS data prevented a re-
evaluation of the PQL using the graphical approach. However, the high laboratory passing rates
at concentrations slightly above the current PQL may suggest that the PQL could be lower

Thallivm

Results of the Method Comparison

With the Phase V IOCs (57 FR 31776), Furnace Atomic Absorption (Furnace AA; EPA
279.2), Induetively Coupled Plasma (ICPYMS (EPA 200.8), and Platform Furnace AA
Spectrometry (EPA 200.9) were the approved methods listed for analysis of thallium in drinking
water. Since this regulation was promulgated, the only change in approved analytical methods
made by the Agency was the removal of EPA 279.2 from the list of approved analytical methods.
MDLs for EPA Methods 200.8 and 200.9 have not changed, as indicated in Table 66. This table
also shows that the discontinued EPA 279.2 was less sensitive than EPA Methods 200.8 and
200.9, meaning that the collective methods approved since promulgation are, on average, more
sensitive than the methods approved at the time of promulgation. EPA 200.8 is apprommately
twice as sensitive than the other currently appmveci method, EPA 200.9,
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Table 66. Resulis of the Analytical Methods Comparison for Thallium

MCL =2 pg/L Current PQL =2 pg/k, DL =03 - 0.7 pg/t, Accepiance Limit! = & 30%
Methods Approved At Promulgation _ Currently Approved Methods
Method Teclxﬁique MDL Method Technique MDL
(ng/L) . (rg/L)
EPA 279.2"! Furnace AA 1.0 EPA 200.8° 1ICP/MS 0.30
EPA 200.8' ICP/MS (Platform) 0.30 EPA 200.9% Furnace AA Spectrometry 0.70
EPA 200.9" Furnace AA 0.70
Spectrometry (Platform)
1 “Methods for Chemical Analysis of Water and Wastes (MCAWW),” EPA/600/4-79-020, March 1983,
2 “Methods for the Determination of Metals in Environmental Samples--Supplement 1,” EI?&!(%OO/’R&M 111, May
1994,
» Regulatory DLs for inorganic compounds are listed at 40 CFR §141.23(a)(4)(3) and (iepend on analytrcal
methodology.
 Acceptance limits are listed at 40 CFR §141 ,23(&)(3)(;1).

Results of the Analysis of the WS Data

a. Method Usage Over Time

Figure 39 shows the variety of analytical techniques used by EPA and State laboratories in
WS studies 34 to 41. The results for "other” techniques in this figure include the use of any other
technique identified by the laboratories participating in the WS study, as well as “unknown” o
methods, i.e., techniques for which laboratories did not report the type of method used. In recent
years, method usage by laboratories participating in the water studies has been dominated by
EPA 200.9 (Furnace AA) which i is actually less sensitive than the other approved methad EPA

200.8 (ICP/MS).
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Figure 39. Disiribuﬁon of Analytical Techniques by WS Study: Thallium
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b. Results of the PQL Analysis

The current PQL (2 pg/L) was originally set using PE data from WS 24 through 27. For the
PQL. re-evaluation, data were taken from WS 24 to 41 (57 FR 31801). Table 67 summarizes the
results of these water studies, providing the study number, the spiked value for the WS sample,
the number of results from EPA and State laboratories, and the results eva}uated usxng,
acceptance limits of £ 30 percent (specified at 141 ?3@()(3)(11))

_ Table 67. Evaluation of Thallium Data from WS Studies Using the 30% Acceptance Limits
(In Order of Increasing Concentration)’

WS # Spiked “true” Value # Results from EPA and State % Labs Passing = 30%
(ug/L) : Labs Acceptance Limit
31 1.44 , 27 82 '
2448 | 2.00 _ 30 | 80
37 238 . 43 91
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WS # Spiked “true” Value # Results from EPA and State % Labs Passing & 30%
(ng/L) Labs Acceptance Limit
32 2.56 60 88
25b ’ 3.00 21 - | 81
41 3.50 44 96
26 400 . 37 87
36 4.50 61 98 -
30 5.30 : , 48 92
39 5.60 47 3 | 98
34 6.19 58 o7
35 8.00 ' 41 : ‘ 93
38 8.91 59 95
33 9.56 . 32 91
29 9.74 21 , 95
40 10.0 . 59 98
24b ‘ 18.0 35 . 89
27 26.9 23 ‘ 91
25a 36.0 26 96

Using the 75 percent criterion, EPA and regional laboratories were able to achieve acceptable
results within the + 30 percent acceptance window over the entire range of tested concentrations,
i.e., 1.4 to 36 pg/L. Upon examination of the data, the current PQL of 2 pg/L appears to be
east) supportable, as over 75 percent of laboratories successfully passed within the acceptance
limits when tested at those concentration. It might even be possxbie for the labs to pass at a
slightly lower concentration; however, a conclusion is uneertain in the absence of additional data
below the PQL, concentrations. '

Conclusion for Thallium

The method comparison results indicate that use of the least sensitive method was
discontinued since promulgation of NPDWRs. In addition, the MDLs of all the possible methods
do not differ much between themselves (only by about a factor of two) with the ICP/MS method
having greater sensitivity. The method usage over time shows that EPA 200.9, the less sensitive
method, was the preferred choice for EPA and State laboratories. Based on the evaluation of
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more recent quantitétive PE data, the current PQL of 2 pg/L. using a & 30 percent acceptance.
Jimit appears to.still be supportable and appropriate. Data do suggest that it may possible for the
labs to pass at a slightly lower concentration. '

Toxaphene

Results of the Method Comparison

At the promulgation of the NPDWRs for Phase Il SOCs, three GC methods, EPA 505 (GC
with microextraction), EPA 508 (GC with ECD), and EPA 525.1 (GC/MS with LSE), were
approved for the determination of toxaphene in drinking water (56 FR 3552). Sincethat time,
EPA has approved two additional GC and GC/MS methods, respectively: EPA Methods 508.1
and 525.2 (both featuring LSE extraction). Table 68 provides a summary of MDLs for the
approved methods. As shown in Table 68, EPA 508 does not specify the MDL for toxaphene.
The MDL for EPA 525.2 is comparable to that of EPA 505, The MDL of EPA 505 has not -
changed over time, 1 pg/L. The MDLs of the newer methods range from about 0.03 to 1.7 pg/L.
The most sensitive method currently available, EPA 508.1, has about thirty times the sensitivity
of EPA 505, . '
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Table 68. Results of the Analytical Methods Comparison for Toxaphene (Newly
Promulgated Methods in Bold)

i
MCL =3 pg/L Current PQL =3 pg/L DL =1 pg/L Aceeptance ]Limiﬁ =k 45% ‘

Methods Approved At Promulgation ' Currently Approved Methods (‘i41..2:1l) %
Method Technique (1:;};; | Method Technique ::;;:} ﬁ
EPA 505! Microextraction, GC | 1 1 EPA 505° Microextracﬁon, e | 1 |
EPA 508’ GC with ECD No data EPA 50872 GCwith ECD | Nodata
EPA 525.1 GC/MS with LSE 7.8~ 15% EPA 508.1* GC with LSE, ECD , 0.029 -

' “Methods for the Determination of Onganic Compounds in Drinking Water,” EPA/G00/4-88/039, December
1988.

* “Methods for the Determination of Organic Compounds in Drinking WatérwSupplemcm I, EPA/GOO/R-95-
131, August 1995.

* Multiple method detection limit (MDL) values result from variability of reagents, instrumentation, and/or . ‘
laboratory/analyst performance. ' '

I
b
%
!
EPA 325.22 GC/MS with LSE 1LO-1.7#* : E
|
g

]

{

* Regulatory DLs for organic compounds are listed at 40 CFR § 141.24(h)(18). i
t Acceptance limits for organic compounds are listed at 40 CFR § 141.24(M(I9)(E). J
i

!

Results of the Analysis of the WS Data
a. Method Usage Over Time

Figure 40 illustrates the methods chosen by EPA and State laboratories for toxaphene H
analysis during WS PE studies 34 to 41. The category of “other” includes any unidentified or
unreported techniques used by participating laboratories. As shown in Figure 40, the
predominant method used by laboratories participating in the WS studies was EPA 508, followed
by EPA 505. Other methods such as EPA Methods 525.1, 525.2, and other unidentified methods
were used intermittently throughout WS 34 to 41. EPA 508.1 was not used by laboratories
according to the PE data.
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Figure 40. Distribution of Analytical Techniques by WS Study: Toxaphene
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b. Results of the PQL Analysis -

The current PQL of 3 ug/L. was derived by multiplying the IMDL by factor of five (56 FR.
3526). With the availability of more recent WS data, EPA reviewed the data from WS studies 24
to 41 to attempt a PQL re-evaluation. Table 69 summarizes each WS result including the spiked
(or “true”) value, the number of participating laboratories, and the percentage of laboratories
passing within the specified acceptance limit for toxaphene (& 45 percent as designated in 40
CFR §141.24()(19H0).
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Table 69. Evaluation of Toxaphene Data from WS Studies Using the 45% Acceptance
Limits (in Order of Increasing Concentration)

WS# | Spiked “True” Value (ug/Ly | #ReSUs from Bpaand | % Labs Passing & d5%
25b 141 35 C on
24b 2,33 ‘ 50 g 915
30 280 . 54 9.6
31 3.31 31 \ 93.5
39 3.65 4 927
26b 3.68 | 58 - . 048
32 3.71 56 - 9
252 422 ‘ ' 35 94.3
34 5.37 54 044
27 6.39 34 ‘ 912
4 6.90 39 92.3
24a 7.58 . 60 | 91.7
29 7.60 33 97.0
37 8.31 46 87.0
33 923" E 33 90.9
26a 10.8 58 96.6
38 - 127 - 50 ‘ 92.0
36 14.7 - 52 90.4
40 165. 56 . 94,6
35 18.3 34 97,1

EPA prefers to evaluate the PQL as the concentration at which 75 percent of laboratories are
able to pass the proficiency exam within the 45 percent acceptance limits. In the case of
toxaphene, however, this approach could not be used, since the percentage of laboratories
passing within acceptance limits was well above the 75 percent criterion. - Also, very few WS
studies (e.g., 24b, 25b and 30) involved true value concentrations near the current PQL; all other
studies involved spiked values above 3 pg/L.. Because of these data limitations, the PQIL. ¢could
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not be re-evaluated using the historical linear regression approach. However, the observed high
success rates of laboratories suggests that the PQL may be lowered. Since 97 percent of
participating laboratories, on average, were able to determine concentrations at about half of the
existing PQL, this success rate suggests that a lower PQL probably would not challenge most
laboratories’ analytical capabilities. ' :

Conclusion for Toxaphene

The 1991 NPDWR for toxaphene approved the use of EPA Methods 505, 508, and 525.1 for
toxaphene determination in drinking water. EPA Methods 508.1 and 525.2, using similar GC
technologies, were approved more recently. The MDL of EPA 508.1 was the most sensitive
compared to all other methods; however, data on method usage over time revealed that this
method was not employed by laboratories. Instead, laboratories participating in the PE studies
used EPA Method 508 with the greatest frequency. Unfortunately, no data are available
© regarding the MDL of this method. A PQL re-evaluation could not be completed due to the high
success rates (well above the 75 percent criterion) in each water study as well as the high spiked .
concentrations in all but three water studies. - The high success rates of laboratories during PE
testing at concentrations well below the current PQL leads to the inference that a lower PQL
would not greatly lessen laboratory performance.

1,1,1-Trichloroethane

Results of the Method Comparisén .

 The NPDWRSs for 1,1,1-trichloroethane approved certain analytical methods for the
determination of this contaminant (52 FR 25690) and seven other Phase I VOCs. These methods
included EPA Methods 5021, 502.2, 503.1, 542.1, and 524.2. Since this regulation was
promulgated, the Agency retained EPA Methods 502.2 and 524.2 for determination of 1,1,1-
trichloroethane and introduced a new GC variation, EPA 551.1, LLE/GC with ECD. Table 70
summarizes the MDLs for both the original and current methods. ' '
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Table 70. Results of the Analytical Methods Comparison for 1,1,1-Trichloroethane (Newly
Promulgated Methods in Bold) : :

MCL =200 ug/L.  Current PQL=5pg/l. DL =05 ugiL Acceptance Limit' =+ 20% (10 pg/L) or

& 40% (<10 ug/L)
Methods Approved At Prom nlgation Currently Approved Methods (141.24)
Method Technique ‘MDLO Method Technigque MDL
(ng/l) . (pg/l)
EPA 502.1' Purge and Trap GC | - 0.003 EPA 502.2° Purge and Trap GC 0.01 - 0.03*
EPA 502.2! Purge and Trap GC 0.03 EPA '524.22 GC/MS 0.04 - 0,08%
EPA 524.1° GC/MS 0.3 EPA 351.1° | LLE/GC with ECD 0.0057
EPA 5242 GC/MS 0.08

' “Methods for the Determination of Organic Compounds in Drinking Water,” EPA-600/4-88/039, December
1988.

-

* *Methods for the Determination of Organic Compounds in Drinking Water--Supplement 111, EPA/600/R-95-
131, August 1995.

“The MDLs of the original methods for this contaminant ranged from 0.2 - 0.5 pp/L according to the July 1987
Federal Register notice promulgating NPDWRs for the VOCs (52 FR 25690). Howeves, the 1988 methods
manual cited in footnote 1lists the MDLs shown above, '

* Multiple method detection limit (MDL) values resnit from variability of reagents, instrumentation and/or
laboratory/analyst performance. ' -

Regulatory DLs for organic compounds are listed at 40 CFR § 141.24(D170).
TAcceptance limits are listed at 40 CFR § 141 24007

Results of the Analysis of the WS Data

a. Method Usage Over Time

The distribution of the different methods used by the EPA and State laboratories during WS
studies 34 to 41 are shown in Figure 41. The category -of “other” contains those methods that
were unknown or unidentified by the participating laboratories. As shown in Figure 41, the
increase in EPA and State laboratory usage of EPA 524.2 was accompanied by a gradual H
decrease in use of EPA 502.2 during WS 34 to 41. Although EPA 551.1 was approved during |
this time, laboratories participating in WS studies did not report usage of this method.
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Figure 41. Distribution of Analytical Techniques by WS Study: 1,1,1-
Trichloroethane
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b. Results of the PQL Analysis

As with the majority of the Phase I VOCs, the current PQL for 1,1,1-trichloroethane of 5
pg/L was determined using a multiplier of ten times the detection limit of 0.5 ug/L (52 FR
25700). Re-evaluation of the PQL was attempted using data from WS studies 24 through 41.
Table 71 summarizes the results of these WS studies, providing the study number, the spiked
value for the WS sample, the number of laboratory results, and the percent of laboratories
passing the WS proficiency test for 1,1,1-trichloroethane within the specified acceptance limits
(# 20 percent for true values greater than10 pg/L. and + 40 percent for true values less than 10
pg/L as specified at 141.24(D(1NHE).
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Table 7 1 Evaluation of 1,1,1-Trichloroethane Data from WS Studies Using the & 20% or =
40% Acceptance Limits (in Order of Increasing Concentration)

WS # Spiked “True” | # Results from EPA'and | % Labs Passing‘:h ?0% %% Labs Passing_:i: fﬁ)%
. Value (pg/L) State Labs Acceptance Limits Acceptance Limits
24 3.21 57 “ 98,2
34 | 5.73 50 | 100
30 7.13 59 98.3
40 7.20 57 ' ' 98.2
27 | 7.38 37 . 97.3
35 8.78 34 100
29 8.80 35 100
32 10.1 62 95.2
37 10.3 47 ' 87.2
39 11.2 43 90.7
25 . 113 37 83.8
41 12.6 41 100
31| 13.0 36 : 100
26 13.6 59 ' 86.4
36 14.5 59 : 100
33 14.6 33 87.9
38 17.2 54 . 96.3

The 1,1,1-trichloroethane data from Table 71 are insufficient for a PQL re-evaluation using
the graphical or linear regression approach. The high laboratory passing rates do not permit
evaluation of the PQL using the 75 percent criterion. In addition, only one spike concentration
(WS 24) was below the current PQL of 5 pg/L.. However, the laboratory passing rates at spike
concentrations around the current PQL exceeded 98 percent. This information suggests that.a
lower PQL could be possible. -
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Conclusion for 1.1.1-Trichloroethane

The method comparison results show that since the promulgation of analytical methods under
the NPDWR, EPA Methods 502.2 and 524.2 have remained in use whereas EPA 551.1 was more -
recently approved. While EPA 551.1 is the most sensitive of the three currently approved
methods, this method is not currently used by EPA or State laboratories according to the
available WS data. However, all current methods are more sensitive than the methods approved
at promnlg,atxon, as shown in Table 70. Evaluation of the quantitative PE data showed that the

~majority of the laboratories conducting WS analyses were able to surpass the 75 percent criterion
needed to evaluate the PQL. Because of the high percentage of laboratories passing and an
insufficient number of spike concentrations below the 5 pg/L, a re-evaluation of the PQL could
not be performed using the graphical approach. Howwer the available data do suggest that the -
PQL could be lower. ,

1,1,2-Trichloroethane

Results of the Method Comgarisbn

‘As determined by the Phase I rules for volatile organic compounds (57 FR 31776), the
approved methods listed for analysis of 1,1,2-trichloroethane in drinking water were purge and
trap GC and GC/MS. Since this regulation was promulgated, the detection capability of EPA.
Method 524.2 have become slightly more sensitive.  One new-analytical method, LLE/GC with
ECD (EPA 551.1), has been approved by the EPA since the promulgation of the original
methods. As shown in Table 72, all three currently approved methods have comparable MDLs.
However, EPA 502.1, which is no longer approved for analysis, has the greatest sensitivity level
of all the approved methods, past and present. ,
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Table 72. Results of the Analytical Methods Comparison for 1,1,2-Trichloroethane (New

Methods in Bold)
MCL=5pg/L. Current PQL=5pg/l. DLA =05pg/l.  Acceptance Limit' =+ 20% (>10 ug/L) or
- & 40% (<10 pg/l)
Methods Approved At Promulgation Currently Appro?ed Methods (141.24}
Method Technique Zigt; Method Tfechnith Z::;;

EPA 502.1! Purge and Trap GC 0.007 EPA 502.27 Purgeand Trap GC | = 0.03°
EPA 502.2! Purge and Trap GC ND* EPA 524.2° GO/MS 0,01 - 0.03*
EPA 524.1" GC/MS unknown EPA 551.1% ‘ LLE/GC with QCD 0.012 « 0.017*
EPA 524.2! GCIMS o0 o

! “Methods for the Determination of Organic Compounds in Drinking Water,” EPA/600/4-88/039, December
1988.

* “Methods for the Determination of Omanic Compounds in Drinking Water--Supplement I11,” EPA/()GO!R»S)S-
131, August 1995.

“The MDLs of the original methods for this contaminant ranged from 0.2 - 0.5 pg/l. accordmg to the July 1987
Federal Register notice promulgating NPDWRs for the VOCs (52 FR 25690). However, the 1988 methods
manual cited in footnote {lists the MDLs shown above.

* Multiple method detection limit (MDL) values result from variability of reagents, instrumentation and/or
laboratory/analyst performance.

4 Regulatory DLs for organic compounds are Jisted at 40 CFR $141.24(D(17)(0).
¥ Acceptance limits are listed at 40 CFR §141.24(H(1 7).
* Not determined

Results of the Analvsis of the WS Data

a. Method Usage Over Time

Figure 42 shows the distribution of methods used by the EPA and State laboratories during
WS 34 to 41. The category of “other” includes any unknown or unreported techniques used by
the participating laboratories. As shown in Figure 42, the predominant methods used since the
time of promulgation are EPA Methods 524.2 and 502.2. Although EPA approved a new method
(EPA 551.1), none of the laboratories that responded used it for analysis.
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Figure 42, Dlstnbutmn of Anaiytxcal Techmques by WS Study: 1,1,2-
Trichloroethane '
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b. Results of the PQL anéiysis

The original PQL for 1,1,2-trichloroethane was estimated from PE data (specifically WS 20,
23, and 26) to be 5 pg/L (55 FR 30414), The PQL re-evaluation data were taken from WS 24
through 41 (note that data were not available for WS 24, 25, 27 to 29, and 31). Table 73
summarizes the results of these studies, including the study number, the spiked (or* truc,”) value
for the sample, the number of laboraiory results, and the percent of laboratories passing the WS
proficiency test for 1,1,2-trichloroethane within the specified acceptance limits (+ 20 percent for
a spiked value of >}0 }LD/L and = 40 percent for a spiked value of <10 pg/L, as stipulated in 40
CFR §141 23(1“}(17)(1))
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Table 73. Evaluation of 1,1,2-Trichloroethane Data from WS Studies Using Either 20% or
40% Acceptance Limits (in Order of Increasing Concentration)

ws# | Spiked “True” | # Results from EPA % Labs Passing % Labs Passing
Value (ug/L) and State Labs % 20% Acceptance Limits | * 40% Acceptance Limits
36 6.46 59 ‘ 983
34 8.50 59 ‘ o . 100
37 10.7 47 89.4
30 11.5 50 94.0
39 12.3 42 97.6
35 12.8 35 . 90.9
32 132 51 90.6
41 13.3 40 95.1
33 15.7 34 91.4
38 16.3 54 98.1
40 172 57 - 98.2
26 26.9 54 94.4

The standard approach to develop or evaluate a PQL could not be performed with 1,1,2-
trichloroethane because the high laboratory passing percentage data (as shown in Table 73) does
not permit the plotting of a useful linear regression line. Therefore, the re-evaluation of the PQL
could not be done using these WS data. However, high laboratory passing rates at concentrations
slightly above the current PQL of 5 pg/L suggest that a lower PQL may be possible.

Conclusion for 1.1.2-Trichloroethane

The method comparison shows that since the promulgation of the original analytical methods
for 1,1,2-trichloroethane, one new method (EPA 551.1) has been approved for contaminant
analysis. However, laboratories who responded to the WS studies primarily chose to use EPA
Methods 524.2 and 502.2 rather than EPA 551.1, as shown by the plot of method usage over
time. The MDL for 524.2 has decreased slightly over time, indicating slightly greater sensitivity.
While EPA 502.1 had a maximum MDL of 0.007 ug/L, the lowest of any methods, it is currently
not approved for 1,1,2-trichloroethane analyses. The evaluation of the WS data show that the

majority of participating labs surpassed the 75 percent EPA criterion. Hence, because of the high

percentage of labs passing and the lack of spike concentrations below the current PQL., a re-
evaluation of the PQL could not be performed using linear regression or graphical analysis.
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However, the high passing rates at concentrations slightly above 5 pg/L are suggestive of a
potential change in the current PQL. . ’

Trichloroethylene

Results of the Method Comparison

The analytical methods approved for the determination of trichloroethylene under the
NPDWRs for Phase [ VOCs include EPA Methods 502.1, 502.2, 524.1, and 524.2 (52 FR
25899), Since the promulgation of the rule in 1987, the Agency has added EPA 551.1,a GC
method with liquid-liquid extraction (LLE) and electron capture detector, to the list of approved
methods. The currently approved methods for trichloroethylene determination are EPA Methods
502.2, 524.2, and 551.1. Table 74 summarizes the MDLs for both the original and current

_approved versions of the methods. 'As shown in the Table the current methods are more sensitive
than the past methods. ‘ -

Table 74. Results of the Analytical Methods Comparison for Trichloroethylene (Newly
Promulgated Methods in Beld) : _ '

MCL=5pg/l.  Current PQL=5pg/L. DL =05ug/l.  Acceptance Limit' = £ 20% (>m pg/L) or

‘ & 40% (<10 pg/L)
Metbbds Approved At Promulgation Currently Approved Methods (}41.24)

Method Technique . %gg‘g; , Method Technique gg’:}g :
EPA 502,17 'Pu;'ge and Trap GC Q.OOI EPA 502.2* ~ Purge and Trap GC 0.01-04%
EPA 502.2' | Purge and Trap GC 0.06 EPA 524.2° GC/MS | 0.02-0.19%
BPA 503.0 Purge and Trap GC 0.01 EPA 551.3% LLE/GC with ECD 4.002
EPA 524.1" GC/MS ' 0.4
EPA 524.2' GCMS 0.02

' “Methods for the Determination of Omganic Compounds in Drinking Water,” EPA/600/4-88/039, December
1988.

2 =Moethods for the Determination of Omganic Compounds in Drinking Water--Supplement 111”7 EPA/600/R-95-
131, August 1995, ‘ ] ,

? The MDLs of the original methods for this contaminant ranged from 0.2 - 0.5 pg/L sccording to the July 1987
Federal Register notice promulgating NPDWRs for the VOCs (52 FR 25690). However, the 1988 methods
manual cited in footuote 1lists the MDLs shown above.

* Multiple method detection limit (MDL) values result from variability of reagents, instrumentation and/or
laboratory/analyst performance.

» Regulatory DLs for organic compounds are listed at 40 CFR § 141.24(D(17)(). ‘ .
1 Acceptance limits for VOCs are listed at 40 CFR § 141.24(D(1N)(0). _ _
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Results of the Analvsis of the WS Data

a. Method Usage Over Time

Figure 43 shows the distribution of the different methods used by the EPA and State _
laboratories during WS studies 34 to 41. The category of “other” contains those methods that
were unknown or unidentified by the participating laboratories.” As shown in Figure 43, g
laboratories participating in studies WS 34 to 41 used EPA 524.2 with increasing frequency ove
EPA 502.2. No laboratories used EPA 551.1 for PE determinations of trichloroethylene.

Figure 43. Distribution of Analytical Techniques by WS Study: 'I‘richlhoroethylene
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b. Results of the PQL Analysis

The original PQL of 5 pg/L for trichloroethylene was determined by evaluation of data from
WS studies 8 to 11 (50 FR 46880). For the PQL reassessment, updated data from WS 24 to 41
were reviewed. Table 75 summarizes the results of these WS studies providing the study
number, the spiked value for the WS sample, the number of laboratory results, and the percent of
laboratories passing the WS proficiency test for richloroethylene within the acceptance limits (&
20 percent for a true value greater thanl0 ug/L, or + 40 percent for a true value lower than 10

pe/L).
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Table 75. Evaluation of Trichloroethylene Data from WS Studies Using the £20% or+
40% Acceptance Limits (in Order of Increasing Concentration)

WS # Spiked “True” # Results from EPA | % Labs Passing = ;0% % Labs Passing & ft()%
Value (ug/L) and State Labs Acceptance Limifs Acceptance Limits

40 5.80 58 | © 983

35 | 6.13 34 97.1

26 663 59 : 100

41 ‘ 6.87 41 ' 100

24 7.36 57 B 100

31 746 36 . ' 972

37 8.70 48 i , 97.9

34 8.89 60 - . 100

30 945 38 | ‘ , 100

25 10.4 37 ' 38

32 11.2 63 952

38 12.4 s 945

27 140 37 91.9

33 14.9 ' 34 - 94.1

29 159 ; 34 ‘ 85.3

39 164 | a ' 95.5

36 17.4 61 967

Table 75 reveals that the percentage of laboratories passing the acceptance limit averaged
over 90 percent. Because the laboratories exceeded the standard 75 percent criterion used to
estimate the PQL, the typical regression method could not be successfully employed 1o estimate a
new PQL value. Another limitation of the data was that the true value concentrations in the
available studies were all greater than 0.5 pg/L, preventing evaluation of laboratory performance
at concentrations below the current PQL. However, high laboratory passing rates at ‘
concentrations slightly above the current PQL of 5 pg/L. suggest that a lower PQL may be
possible.

Conclusion for Trichloroethylene

The method compaﬁson results show that, since the promulgation of analytical methods
under the original NPDWR for trichloroehtylene, two of these methods are no longer approved
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for determination of this contaminant. While EPA 551.1 is the most sensitive of the three
currently approved methods, this method is not currently used by EPA or State laboratories
according to the available WS data. Instead, EPA 524.2, the least sensitive of the three current
methods, has been the primary method of choice. Evaluation of the quantitative PE data shows
that the majority of the laboratories conducting WS analyses had surpassed the 75 percent
criterion. Because of the high percentage of laboratories passing, a re~evaluation of the PQL
could not be performed using this approach. However, the high laboratory passing rates at
concentrations slightly above 5 pg/L are suggestive of a change in the PQL.

Vinyl Chloride

Results of the Method Comparison

With the promulgation of NPDWRs for Phase I VOCs (proposed November 1985, 50 FR
46905; finalized July 1987, 52 FR 25690), EPA Methods 502.1, 502.2, 524.1, and 524.2 were
listed as approved methods for the determination of vinyl chloride in drinking water. Since
promulgation of this rule, EPA Methods 502.1 and 524.1 were removed. As shown in Table 76

k3

the MDLs of the current methods are comparable in sensitivity to previously approved methods.

Table 76. Results of the Analytical Methods Comparison for Vinyl Chloride

MCL =2 pg/L Current PQL =2 posL. | DL = 0.5 g/l Acceptance Limith = 40%
Methods Approved At Promulgation Currently Approved Methods
N .
Method Technique ?:g,%‘) Method Technigque xg&;

EPA 502.1! Purge and Trap GC 0.01 EPA 502.27 Purge and Trap GC | 0.01-0.04 -
EPAS5022' | PurgeandTrapGC | 991~ EPA 524.2? GCMS 0.04-0.17
EPA 524.1 GC/MS 0.3
EPA 524.2! GC/MS 0.04

! “Methods for the Determination of Organic Com;ﬁonnds in Drinking Water,” EPA/600/4-88/039, December
1988.

? “Methods for the Determination of Organic Compounds in Drinking Water--Supplement 111, EPA/600/R-05-
131, August 1995, :

” The MDLs of the original methods for this contamipant ranged from 0.2 - 0.5 pg/L according 1o the July 1987
Federal Register notice promulgating NPDWRs for the VOCs (52 FR 23690). However, the 1988 methods -
manual cited in footnote 1lists the MDLs shown above. '

* Multiple method detection limit (MDL) values result from variability of reagents, instrumentation and/or
laboratory/analyst performance.

4 Regulatory DLs for organic compounds are listed at 40 CFR § 141.24(0(1 7)(3).

T Acceptance limits for vinyl chloride are listed at 40 CFR §141.24(0(1'D{(1),
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Results of the Analysis of the WS Data

a. Method Usage Over Time

The distribution of methods used by EPA and State laboratories during WS studies 34 to 41
is plotted in Figure 44. The category of “other” contains those methods that were unknown or
unidentified by the participating laboratories. As shown in Figure 44, over the course of the past
eight WS Studies, the use of EPA 524.2 has grown while the use of EPA 502.2 has decreased.
EPA 524.2 has consistently remained the most commonly used method for vinyl chloride
determination. ‘

Figure 44. Distribution of Analytical Techniques by WS Study: Vinyl Chloride
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b. Results of the POL Analysis

The original PQL of 2 pg/L for vinyl chloride was determined by using multi-laboratory

. performance data; rather than the multiplier procedure used for other VOCs (52 FR 25700). A
re-evaluation of the PQL was attempted using more recent PE data from WS 24 to 41. Table:77
summarizes the results of these studies, providing the study number, the spiked value for the WS
* sample, the number of laboratory results, and the percentage of laboratories passing the
performance evaluation within the + 40 percent acceptance limits (40 CFR § 141.24(D(17)(1)).
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Table 77. Evaluation of Vinyl Chloride Data from WS Studies Using = 40% Acceptance
Limits (in Order of Increasing Concentration) -

WS# | Spiked “True” Value (u/Ly | *ReVGEiom BpAand | %6 tabs Passing - 40%
32 2.57 | 43 79.1
27 3.57 39" | 79.5
24 435 | 57 | 80.7
35 4.91 36 | 100
30 5.48 58 §2.8
39 6.19 45 911
33 735 34 A 79.4
26 870 ‘ 50 864
36 9.47 ' 60 ‘ 88.3
31 1.9 39 79.5
25 ' 12.4 | 38 868
34 141 59 93.2
29 - 146 38 » 78.9
37 14.8 50 88.0
38 17.9 : 54 96.3
41 22.3 | 0T
40 27.2 58 94.8

EPA prefers to estimate the PQL by choosing the spiked value at which 75 percent of
laboratories can determine the concentration within the appropriate 40 percent acceptance
window. In the case of vinyl chloride, the results from participating laboratories listed in Table
77 could not be used to re-evaluate the PQL because the laboratory success rate exceeded this 75
percent criterion. The other limitation of these data was the high range of spiked concentrations
exhibited during the WS studies, which exceeded the current PQL of 2 pg/L. Therefore, the
available data do not provide sufficient data to recalculate the PQL. However, passing rates of
79 1o 80 percent for the three lowest concentrations (2.57, 3.57 and 4.35 pg/L) above the current
PQL of 2 pg/L suggest that the current PQL is in the appropriate range and unlikely to change.
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Conclusion for Vinyl Chioride

As shown by the method comparison table, EPA Methods 502.2 and 524.2 were approved
with the Phase I Rule promulgation for VOCs and continue to be approved today. The sensitivity
of newer versions of the methods are comparable older versions., According to the plot of
methods usage over time, the laboratories who participated in WS 34 to 41 employed EPA 524.2
more frequently than EPA 502.2. The available PE data were reviewed but did not provide

sufficient data to recalculate the PQL. Evaluation of the available WS data suggest that the
" current PQL of 2 pg/L vinyl chloride is unlikely to change.

V1. Conclusion

As part of the 1996-2002 Six-Year Review of National Primary Drinking Water Regulations,
EPA's Office of Ground Water and Drinking Water re-evaluated the analytical feasibility for 38
selected NPD'WRs. Table 78 summarizes the results of the analytical feasibility analysis. Upon
review, EPA found that the majority of the available WS data were insufficient for the =
recalculation of the PQL for many of the 38 contaminants of interest. The data were considered
insufficient because either the true value of the spike concentrations used in the WS studies were
above the concentration of interest and/or the percentages of labs passing exceeded the 75
percent criterion used to calculate a PQL. However, for many of the 38 contaminants, the
available data were sufficient to indicate whether the PQL might change or if the current PQL is
still appropriate. Of the 38 NPDWRs evaluated, the available information indicates that the PQL
for 23 may possibly be lower. The PQL for the remaining 15 appears to still be appropriate.

For the 23 analytes where the WS data indicate that a lower PQL may exist, EPA used the
information about method usage over time, the MDLs for these methods, and the 10 x MDL
multiplier to estimate what the potentially lower PQL might be. These estimates are shown in
Appendix A. Pending the outcome of the health effects review, the majority of these estimated
values will be used as thresholds in the occurrence and exposure analyses to determine whether
an improvement in public health protection might be possible if EPA were to consider gathering
more definitive data to recalculate the PQL and possibly lower the MCL.
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Table 78. Summary of Results from the Methods Coniparison

and WS Analysis
SDWA Chemical Curre}nt PQL Ifmg/L) . | Result of the Six-Year Analytical
Contaminant (POL at ;ﬁi;ﬁﬁ}ig{f,;; orfginal Feasibility Reassessment

| Alachlor 0.002 Current PQL still appropriate
2 Benzene 0.005 WS Data indicative of change
3 Benzo(aypyrene 0.0002 Current PQL still appropriate
4 Beryllium 0.001 Current PQL still appropriate
5 Bis (2-cthylhexyl)phthalate 0.006 Current PQL still appropriate

(also known as Di(2-cthylhesyl)

phthalate or DEHP)
6 Cadmium 0.002 W8 Data indicative of a change
7 Carbofuran 0.007" W8 Data indicative ol a change
8 Carbon tetrachloride 0,005 W$ Data indicative of change
9 Chlordane 0.002 WS Data indicative of change
10 | Chromium (total - Cr Il and VD) 0.01 Current PQL still appmpriatc
11 | 1,2-Dibromo-3-chloropropane 0.0002 WE Data indieative of change

{DBCP)
12 | 1,4-Dichlorobenzene (para) 0.005 W8 Data indicative of a change
{3 | 1,2-Dichlorocthanc 0.005 W§ Data indicative of change
14 | 1,1-Dichlorocthylene 0.005 WS Data indicative of change
15 | Dichloromethane {methylene 0.005 WS Data indicative of change

chloride)
16 | 1,2-Dichloropropanc 0.005 WS Data indicative of change
17 | Dioxin - 2,3,7,8-TCDD Ix10t PQL most likely still appropriate -~ no data but

unlikely to change since no new method
approved

18 | Diquat 0.004 Current PQL still appropriate
19 | Ethylene dibromide 0.00005 -} Current PQL still appropriate
20 | Fluoride 0.5 Current PQL still appropriate
21 | Glyphosate 0.06 Current PQL still appropriaie
22 | Heptachlor 0.0004 W38 Data indicative of change
23 | Heptachlor cpoxide 0.0002 WS Data indicative of change
24 | Hexachlorobenzene 0.001 WS Data indicative of change
25 | Hexachlorocyclopentadicne 0.001 WS Data indicative of change
26 | Mercury 0.002 Current PQL still appropriate .
27 | Methoxychlor 0.01 W8 Data indicative of change
28 | Oxamyl 0.02 PQL could range from 0,02 to 0.04 mg/L
29  Polychlorinated biphenyls (PCBs) | 0.0005 Current PQL still appropriate

{as decachlorobiphenyl) N
30 | Pentachlorophenol 0.001 Current PQL still appropriste
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- Table 78. Summary of Results from the Methods Companson

and WS Analysis
SDWA Chentical Current EPQL (mg/L) | Result of the Six-Year Analytical
Contaminant fp O at ;f;f};’,’:zzgﬁj original Feasibility Reassessment

31 |Picloram 6.001 : Current PQL still appropriate
32 | Tetrachloroethylene 0.005 WS Data indicative of change
33 | Thallium 0.002 W Data indicative of change

(Non-zero MCLG = 0.0005 mg/L)
34 | Toxaphene _ 0.003 WS Data indicative of change
35 | 1,1, 1-Trichloroethane 0.005 WS Data indicative of change
36 | 1,1,2-Trichloroethane 0005 WS Data indicative of change

{Non~zero MCLG = 0,003 mg/L) '
37 | Trichioroethylene 0,005 WS Data indicative of change

138 | Vinyl chloride -10.002 Current POL still appropriate
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Appendix A

After re~evaluating more recent Water Supply data for the Six-Year Review, EPA found that -
insufficient data were available around the 75 percent criterion to actually recalculate the PQL.
However, in many cases, the passing rates for the EPA Regional and State laboratories exceeded
the 75 percent at values close to the current PQL. If the passing rates were greater than 80 to 85
percent at spike concentrations close to the current PQL, then this information was considered to
be indicative of a possible change in the PQL. If data indicated a possible change in the PQL,
EPA then evaluated the distribution of the analytical methods used to analyze the spike samples
in the WS studies. Evaluation of the method usage over time allowed EPA to determine the
analytical methods that appear to be the most widely used for the analysis of a particular
contaminants, Knowledge of which analytical methods are the most widely used, along with the
MDL for these methods, and a ten times MDL multiplier allowed EPA to estimate where the
potential lower limit of quantitation may lie today. These values are shown in Table 79. Most of
these estimated PQLs have or will be used as a threshold value in the occurrence analysis to help
the Agency determine if there may be a significant gain in public health protection if EPA were
to consider gathering the information needed to recalculate the PQL..

Table 79. Estimated PQLs Based on Method Usage and 10 x MDL Multiplier
Estimated values to use in the Occurrence and Exposure (O/F) analyses
Current PQL
{mg/l) M , v : - '
: . . t commonly used methods with Estimated valuc for O/E
Chemical analyte (POL at the time | ost. e .
; | of the original published MDL (mg/L) {mg/L)
promulgation) ' ‘
Benzene 0.005 EPA 524.2 {,00004 (upper MDL) | 0.0004
EPA 502.2 10.00001 0.0001
} o Use upper value of 0.0004 mg/L
2 Cadminm 0.002 EPA 200.7 0.001 ) 0.01
EPA 200.8. 0.0005 0.003
EPA 2009 (.00005 0.0005
all used cqually-
' If use upper or injermediate value -
these are higher than eurrent MCL.
Could use 80,0005 mg/l. as 2 value
for (/E but this would probably be
the jower cdge of the quantitation
Himit. :
43 Carbofuran 0.007 1 EPA 531.1 0.00052 0.0052
I ‘ o Round to 0.005 mpfl
4 Carbon tetrachloride 0.005 EPA 524.2 0.00021 0.0021 ’
EPA 502.2 0.00002 - (3.0002
TUse upper value of 0.0021 and
sinee this value is close to one-half
MCL, use 0.0025 me/L.
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i
Table 79. Estimated PQLs Based on Method Usage and 10 x MDL Multiplier [
Estimated values to use in the Occurrence and Exposure (O/E) analyses
Current PQL I 1
(mg/L) y i ; . Il
" ; ost commonly used methods with Estimated valoe for O/ | E
Chemical analyte (PQOL at the time . : h H
of the original published MDL (mg/L) {mg/L) - ,*,E
promulgation) il
5 Chlordane 0.002 EPA 505 0.00014 0.0014 é '
. EPA 508 0.0000041 0.000041 i!
Because of an order of magnitude j §
difference butween these two
values, use the average and round k !
up, #
Average = 0.00072 mg/l, .
Round up to 0.001 mp/L, 3
6 1,2-Dibrome-3- 0.,0002 EPA 504.1 0.60001 100001 mg/L . ‘ §I
chloropropane (DBCP) - # l
7 1,4-Dichlorobenzene (para) | 0.005 EPA 502.2 0.00029 ' 0.0029 :
EPA 524.2 0.00004 - 0.0004 g'
Lise the upper value of 0.0029 §=
mg/l.. Since close (o one-half: i
v . MCL, could also use 0.0025 my/L. H;
8 | 1,2-Dichlorocthane 0.005 - |ePA 5022 0.00007 0.0007 &
EPA 5242 3.00006 {1.00D6 il
Could use either since so close and ||
, round to 0.001 mg/l. i
9 1, 1-Dichlorocthylene 0.005 EPA 524.2 0.00012 0.0012
: EPA 502.2 0.00007 0.0007 h
Could use ¢ither both round to p
0.001 mg/L il
10 | Dichloromethane 0.005 EPA 524.2 0.00003 0.0003 ‘ !
imethylene chloride) EPA 502.2 0.00002 0.0002 ‘ i
Uscd average for these two since  |f B
close to one-half MCL ‘
1 Average = 0.00023 mg/L. b
11 1,2-Dichloropropanc 0.005 EPA 3242 0.00004 0.0004 %!
) EPA 502.2 0.00003 0.0003 , El
Use upper value 0.0004 mg/L }
12 | Heptachlor 0.0004 EPA 5252 0.00015 (upper MDL) | 0.0015 ‘ i
EPA 505 0.000003 0.00003 ‘ i
EPA 508 0.0000015 0.000015 : § i
Because of widespread between f
these - use the infermediate value il
and round to 0.0001 my/L to be il
conservative |

]
%1
|
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Table 79. Estimated PQLs Based on Method Usage and 10 x MDL Multiplier
Estimated values to use in the Oceurrence and Exposure (O/E) analyses
 Current PQL :
. . ost commonly used methods with Estimated value for O/E
Chemical analyte POL at the time 08 Y
¢ y ( ki published MDL (mg/L) (mg/L)
promulgation) ' :
13 | Heptachlor epoxide 0.0002 EPA 5252 C o {0.00013 0.0013
] - EPA 508 0.0000059 0.000039
EPa 505 0.000004 0.00004
Beecause of widespread between
these - use the intermediate value
and round to 0.0001 mg/L 1o be
. - : conservative ’
14 | Hexachlorobenzene 0.001 ' EPA 308 0.0000077 0.000077
’ EPA 503 0.000002 0.00002
| EPA 5252 0.006001 ‘ 0.00001
' Because these arve close together -
use upper value of 0,000077 and
round up to 0.0001 mp/i.
15 | Hexachlorocyclopentadiene { 0.001 EPA 508 NA e
' ’ EPA 308 0.00013 0.0013 (rounds to 0.001)
EPA 5252 0.0001 0.001
Use 0.001 mp/l,
16 | Methoxychlor 0.01 PA 503 0.00096 0.0096
' EPA 5232 0.0001 0.001
EPA 508 - joab002z 0.00022
‘ 1 Use intermediate value of 0.001
. ‘ mg/l,
17} Oxamyl ' 0.02 oo et PQOL could range from 0.02 to 0.04
' ) , - ' mg/L
18 | Tewnchloroethylene 0,005 . EPA 5252 0.00014 0.0014
‘ EPA 502.2 . 1 0.00003 0.0003
in this case, used the lower value
of 0.0005 mg/L becouse of the 95~
100 % passing rates around the
. jeurrent PQL.
19 | Thallium C 10,002 EPA 2009 0.0007 0.007
{Non-zero MCLG = (.0003 . EPA 200.8 - 10.0003 £.003
mg/L) ) ‘
These values higher than cyrrent
MCL, could not estimate using 10
‘ . : : multiplier
20 | Toxaphene ' ©10.003 . EPA 508 WNIA [
: c o ’ 1EPA 305 0.001 0.01 (higher than current MCL}
21 | 1,1L,1-Trichiorocthane 0.005 EPA 524.2 0.00008 (4.0008 '
: ’ EPA 3022 . {4.00003 0.0003
Average = 0.0005 mg/L
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!
Table 79. Estimated PQLs Bascd on Method Usage and 10 x MDL Multiplier 5,
Estimated values to use in the Occurrence and Exposure (O/F) analyses — L
Current PQL . ' g
(mg/L) M s .
R , t commonly used methods with Estimated value for O/E
Chemical analyte (POL at the time 08 " . i
of the original published MDL. (mg/L) (mg/l) l‘
promulgation) ' - 1[
22 [1,1,2-Trichlorocthane 0.005 EPA 524.2 To.00003 0.0003 ’15 :
(Non-zero MCLG = 0.003 EPA 5022 0.00003 0.0003 o ji
mg/L) . i
Estimated value is higher than |} Q:
MCLAS of 0003 mg/l.. So should {[f :
use MCLG value ag threshold in L
O/E analysis, ‘ ‘
23 Trichloroethylene 0.005 EPA 5022 0.0004 0.004
EPA 524.2 0.00019 0.0019 |
Average = 0,.0029 mg/l, |
This is close to one-half MCL ~ so ||l
use 0.0025 mg/L., E

;
i
|
|
!

|
i
:
!
]
]
|
i
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