From: Lindsay Nelson

To: Hartman, Jelena@Waterboards

Cc: Parry Klassen; Michael L. Johnson; Melissa Turner; Rachael West; Stephanie Henderson
Subject: Re: Request to Amend the ESJWQC MRPP and QAPP

Date: Monday, November 05, 2012 5:14:47 PM

Attachments: ESJ 2012 1031 TriazineMethodPreservTemp 110212 AmendedFinal.pdf

EPA8141AQCPackaaeforTriazines.zip
SM 9060 online edition excerpt.pdf

Dear Jelena:

As we discussed on the phone last Friday, | am resubmitting an amended
letter from the ESJWQC requesting to amend the current ESIWQC MRPP and
QAPP. The original letter, submitted on October 31st, only listed two

of the three requests to amend. Please disregard the original letter,

as the attached amended letter should be complete. We will mail the

letter with a wet signature to you within the week. Once approved, the
Coalition will submit an updated QAPP and EPA 8141A Standard Operating
Procedure (SOP). Please let us know if you have any further questions.
Thanks

Lindsay A. Nelson
Environmental Scientist
Michael L Johnson, LLC
632 Cantrill Drive
Davis, CA 95618

Tel: (530) 756-5200
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East San Joaquin

N IWIATER QUALITY CORLITION)

1201 L Street Modesto, CA 95354
www .esjcoalition.org

November 5, 2012

Pamela Creedon, Executive Officer

Joe Karkoski, Assistant Executive Officer

Central Valley Regional Water Quality Control Board
11020 Sun Center Drive, #200

Rancho Cordova, CA 95670-6114

Dear Ms. Creedon,

The East San Joaquin Water Quality Coalition (ESJWQC or Coalition) requests three changes to its monitoring
program that will require an amendment to the Monitoring and Reporting Program Plan (MRPP) and
associated Quality Assurance Project Plan (QAPP). The Coalition requests to update sample preservation
temperatures to be consistent with EPA method requirements, to update preservation and holding
requirements for sediment chemistry and sediment Total Organic Carbon (TOC) analysis, and to update the
analytical method for triazines to EPA 8141A.

Preservation Temperature Requirements

The Irrigated Lands Regulatory Program (ILRP) Monitoring and Reporting Program (MRP) Order No. R5-2008-
0005 specifies preservation temperature requirements as “4°C” for all surface water and sediment analyses.
The most recent published requirements for Collection and Preservation of Samples for Microbiological
Examination in the Standard Methods for the Examination of Water and Wastewater (SM 9060) specifies a
holding temperature of “at < 8°C” for E. coli samples (the most recent updates to the Standard Methods is only
available online by subscription; see Enclosure).

Federal Register Vol. 72, No. 47 Rules and Regulations issued on March 12, 2007 revised some methods and
analysis procedures in 40 CFR Part 136, and included an update to the temperature preservation requirements
from “Cool, 4 °C” to “Cool, <6°C” (Table Il, page 11236-11239). The update rules are consistent with Standard
Method preservation requirements “Refrigerate = storage at 4°C + 2°C; in the dark” (Table 1060:1), Standard
Methods 20" ed.). Footnote 18 of 40 CFR Part 136 (Table I, page 11239) reads:

"Agueous samples must be preserved at <6 °C, and should not be frozen unless data
demonstrating that sample freezing does not adversely impact sample integrity is maintained
on file and accepted as valid by the regulatory authority. Also, for purposes of NPDES
monitoring, the specification of “< °C” is used in place of the “4 °C’”” and <4 °C”” sample
temperature requirements listed in some methods. It is not necessary to measure the sample
temperature to three significant figures (1/100th of 1 degree); rather, three significant figures
are specified so that rounding down to 6 °C may not be used to meet the <6 °C requirement.
The preservation temperature does not apply to samples that are analyzed immediately (less
than 15 minutes)."





The Coalition requests to amend the temperature preservation requirements to be consistent with 40 CFR Part

136 and Standard Methods. Table 1 lists the current preservation requirement and requested changes. Once
approved, the Coalition will submit an updated QAPP.

Initial Preservation/Holding Requirements for Sediment Chemistry and Sediment TOC

The ILRP MRP Order No. R5-2008-0005 specifies preservation and holding requirements for sediment TOC
chemistry and sediment chemistry analysis as “can be held at 4C for up to 48 hours, and should be analyzed
within this 48 hour period, but can be frozen at any time during the initial 48 hours for up to 12 months
maximum at -20C” (MRP Attachment C, Appendix E, page 1).

The laboratory contracted by the Coalition follows a 28 day hold time for sediment TOC chemistry analysis
(Walkley Black; 2010 ESJWQC QAPP, Appendix XXXIV ) and a 14 day hold time for pyrethroids/chlorpyrifos
analysis (USEPA 8720; ESJIWQC QAPP, Appendix XXXII). These hold times are consistent with other methods
listed in the ILRP MRP for sediment TOC and pyrethroids/chlorpyrifos analysis, including ESEPA 415.1, USEPA
9060, SW-846, USEPA 1660 and USEPA 8081 and 8081A (MRP Attachment C, Appendix A, page 5). It is unclear
where the requirement of a 48 hour hold time comes from. A review of the 2008 SWAMP QAPrP also
references a 28 day hold time for sediment TOC; there is no listed hold time requirement for
pyrethroids/chlorpyrifos analysis.

The Coalition requests to amend the preservation/holding time requirement for sediment TOC chemistry
analysis to “store at 26°C (not frozen), analyze or freeze (-20) within 28 days” and amend the requirements for

sediment chemistry analysis to

wu

store at 26°C (not frozen), analyze or freeze (-20) within 14 days”. Table 1

below lists the current preservation requirement and requested changes. Once approved, the Coalition will

submit an amended QAPP.

Table 1. Preservation and holding requirements; requested updates compared to current QAPP requirements.

Analytical Parameter

Initial Preservation/Holding Requirements-
Current QAPP

Initial Preservation/Holding Requirements-
Requested Update

Total Dissolved Solids

Total Suspended Solids

Turbidity

Soluble Orthophosphate

Store at 4°C

Store at <6°C

TKN, Ammonia, Total
Phosphorus, Nitrate-Nitrite as N

Preserve to <pH 2 with H,SO,, store at 4°C

Preserve to <pH 2 with H,SO,, store at <6°C

Metals/Trace Elements, Hardness

Filter as necessary; preserve to <pH 2 with
HNO;, store at 4°C

Filter as necessary; preserve to <pH 2 with
HNO3s; store at <6°C

E. coli (pathogens)

Store at 4°C

Store at < 8°C

Total Organic Carbon

Preserve with HCI, store at 4°C

Preserve with HCI, store at <6°C

Carbamates

Organochlorines

Organophosphates

Herbicides (general)

Store at 4°C; extract within 7 days

Store at <6°C; extract within 7 days

Herbicides (paraquat dichloride)

Store at 4°C; extract within 7 days

Store at <6°C; extract within 7 days

Herbicides (glyphosate)

Store at 4°C; freeze (-20°C) within 2 weeks

Store at <6°C; freeze (-20°C) within 2 weeks

Aquatic Toxicity

Store at 4°C

Store at <6°C

Sediment Toxicity

Store at 4°C, do not freeze

Store at <6°C, do not freeze

Sediment Grain Size

Store at 4°C, do not freeze

Store at <6°C, do not freeze

Sediment Total Organic Carbon

Store at 4°C, freeze (-20°C) within 48 Hours

Store at <6°C or freeze (-20°C) within 28 days

Sediment Chemistry

Store at 4°C, freeze (-20°C) within 48 Hours

Store at <6°C or freeze (-20°C) within 14 days
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Triazine Organics Method

Method EPA 8141 is listed in the ILRP MRP Order No. R5-2008-0005 as an optional method for analysis of
simazine but not for atrazine or cyanazine. The ESJWQC is requesting to update their MRPP and associated
QAPP to list EPA 8141A as an optional analysis method for atrazine, cyanazine and simazine.

Agriculture & Priority Pollutants Laboratories, Inc. (APPL) is contracted by the ESJWQC to analyze the list of
pesticides included in the ILRP MRP. Triazines are currently analyzed with method EPA 619; however, the
California Environmental Laboratory Accreditation Program (CA-ELAP) is no longer certifying this method.
APPL will renew its CA-ELAP certifications in January 2013 and at that time will begin analyzing triazines with
EPA 8141A.

Methods EPA 619 and 8141A are very similar and use the same analysis instrument, columns and running
conditions. The main differences between the two methods are the quality control criteria. EPA 619 has more
stringent second source criteria (10% rather than the 20% allowed by EPA 8141A) and continuing calibration
verification criteria (15% rather than the 20% allowed by EPA 8141A). However, EPA 619 has less stringent
initial calibration requirements (3 point calibration rather than the 5 point required by EPA 8141A).

APPL has sufficient documentation that method EPA 8141A will meet performance requirements for atrazine,
cyanazine and simazine. When APPL renews its CA-ELAP certification in January 2013, atrazine will be added
to the list of compounds under their EPA 8141 certification. Simazine is already included under APPL’s EPA
8141 certification. CA-ELAP is no longer offering a certification for cyanazine by any method. APPL will
institute a Quality-Assurance Quality Control (QA/QC) Program for cyanazine analyzed by EPA 8141A and will
maintain a manual containing the steps followed in APPL’s QA/QC Program in the laboratory that will be
available for inspection by Central Valley Regional Water Quality Control Board staff, per the instructions in the
MRP Order Attachment C for analyses performed by a noncertified laboratory (Il. Objective section, page 4).
The data quality objectives for triazines analyzed by EPA 8141A are included in Table 2 and remain the same as
those approved for EPA 619. A Quality Control package for triazines analyzed by EPA 8141A is submitted as an
attachment to this letter.

Once approved, the Coalition will submit an updated QAPP and EPA 8141A Standard Operating Procedure
(SOP).

Table 2. Data quality objectives for atrazine, cyanazine and simazine analyzed by either EPA 619 or EPA 8141 (Table 5 in the current ESJWQC QAPP).

. . Lab Control Lab
. ) Matrix Spike . Accuracy/ . .
Constituent Matrix + Spike Duplicate Precision Completeness
Frequency Recovery
Frequency Frequency
Atrazine Fresh Water 1 per batch 1 per batch 39-156% 1 per batch RPD < 25% 90%
Cyanazine Fresh Water 1 per batch 1 per batch 22-172% 1 per batch RPD < 25% 90%
Simazine Fresh Water 1 per batch 1 per batch 21-179% 1 per batch RPD < 25% 90%
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Additional Information and References

March 12, 2007 Federal Register notice:
http://www.epa.gov/fedrgstr/EPA-WATER/2007/March/Day-12/w1073.htm

Online access to the most recent Standard Methods (subscription required):
http://www.standardmethods.org/store/

Please let us know if you require further information.

Submitted respectfully,

Pot—

Parry Klassen
Executive Director
East San Joaquin Water Quality Coalition

CC: Jelena Hartman, CVRWQCB

Enclosures:

EPA 8141A Quality Control Package for Triazines
Standard Methods for the Examination of Water and Wastewater- Online Edition (SM 9060 excerpt)
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EPA8141AQCPackageforTriazines/8141 Triazine blank.pdf

Quantitation Report (QT Reviewed)

Signal #1 G:\OPIE\DATA\121024\1024012.D\NPD1A.CH Vial: 12
Signal #2 G:\OPIE\DATA\121024\1024012.D\NPD2B.CH
Acg On 10-24-12 15:07:46 Operator: TRL
Sample 121019A BLK 2/1000 Inst : Opie
Misc : WATER Multiplr: 2.00
IntFile Signal #1: rteint.p IntFile Signal #2: rteint2.p
Quant Time: Oct 26 10:50 2012 Quant Results File: TRIZMDL.RES
Quant Method G:\OPIE\DATA\121024\TRIZMDL.M (RTE Integrator)
Title 8141
Last Update Thu Oct 25 16:48:30 2012
Response via Initial Calibration
DataAcqg Meth OPISP.M
Volume Inj. 2 ul
Signal #1 Phase DB-35MS Signal #2 Phase: DB-5MS
Signal #1 Info 0.32 mm Signal #2 Info 0.32 mm
Compound RTH#1 RT#2 Resp#l Resp#2 pprb pprb
Target Compounds
Target Compounds
1) TCM Atrazine 0.00 0.00 0 0 N.D. d N.D
2) TCM Simazine 0.00 0.00 0 0 N.D. d N.D
0.00 0.00 0 0 N.D. d N.D

3) TCM Cyanazine

(f)=RT Delta > 1/2 Window (#)=Amounts differ by > 25%

1024012.D TRIZMDL.M

Fri Oct 26 10:51:13 2012

(m) =manual int.

0. 0. 0.
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EPA8141AQCPackageforTriazines/8141 Triazine DOC.pdf

8141A TRIAZINES 3510C Water

Analyst Name: Libby Cheeseborough
Date Extracted: 10/19/12  10/19/12  10/19M12  10/19/12
Date Injected: 10/24/12  10/24/12  10/24/12 10/24/12
INSTRUMENT: Opie Opie Opie Opie
DATAFILE: 1024014 1024015 1024016 1024017
UNITS: ug/L ug/L ug/L ug/L
Extraction Name: various
Extraction Sheet: 38093
Compound Name Spike 1 2 3 4 Std.

(See Below) Level Results | Results | Results | Results Dev.
ATRAZINE 1.0 0.837 0.844 0.881 0.9/ 0.03
CYANAZINE 1.0 0.972 1.049 1.036 1.067] 0.04
SIMAZINE 1.0 0.796 0.813 0.838 0.884] 0.04

8141A TRIAZINES 3510C Water
Analyst Name: Libby Cheeseborough
Date Extracted: 10/19/12 10/19/12 10/19/12 10/19/12
Date Injected: 10/24112 10/24/12 10/24/12 10/24/12
INSTRUMENT: Opie Opie Opie Opie
DATAFILE: - 1024014 1024015 1024016 1024017
UNITS: ug/L ug/L ug/L ug/L
Extraction Name: various
Compound Name Spike 1 2 3 4 Average | CONTROL

(See Below) Level | %Recovery [ %Recovery | %Recovery | %Recovery | % Recovery| LIMITS
ATRAZINE 1.0 84% 84% 88% 90% 87% 39-156
CYANAZINE 1.0] 97% 105% 104% 107% 103% 22-172
SIMAZINE 1.0] 80% 81% 84% 88% 83% 21-179












EPA8141AQCPackageforTriazines/8141 triazine ICAL concentration summary.xls

Sheet1


			


			ICAL #			Data file			concentration level			spike level (ppb)			supports sample concentration* (ug/L)			*Extraction ration (2mL over 1000mL) = multiplier of 2


			1a			1024003.D			2 / 1000			0.01			0.02


			1			1024004.D			5 / 1000			0.025			0.05


			2			1024005.D			10 / 1000			0.05			0.1


			3			1024006.D			50 / 1000			0.25			0.5


			4			1024007.D			200 / 1000			1			2


			5			1024008.D			500 / 1000			2.5			5


			6			1024009.D			700 / 1000			3.5			7


			7			1024010.D			1000 / 1000			5			10








Sheet2


			








Sheet3


			












EPA8141AQCPackageforTriazines/8141 Triazine ICAL raw data.pdf

Quantitation Report (Not Reviewed)

Signal #1 : G:\OPIE\DATA\121024\1024003.D\NPD1A.CH Vial: 3
Signal #2 : G:\OPIE\DATA\121024\1024003.D\NPD2B.CH

Acq On : 10-24-12 10:37:23 Operator: TRL
Sample : PAC ECO 2/1000 10/24/11 Inst : Opie
Misc : WATER Multiplr: 1.00
IntFile Signal #1: rteint.p IntFile Signal #2: rteint2.p

Quant Time: Oct 25 16:44 2012 Quant Results File: TRIZMDL.RES

Quant Method : G:\OPIE\DATA\121024\TRIZMDL.M (RTE Integrator)
Title : 8141

Last Update : Thu Oct 25 09:47:37 2012

Regponse via : Initial Calibration

DataAcqg Meth : OPISP.M

Volume Inj. : 2 ul

Signal #1 Phase : DB-35MS Signal #2 Phase: DB-5MS

Signal #1 Info : 0.32 mm Signal #2 Info : 0.32 mm
Compound RT#1 RT#2 Resp#l Respi#2 ppb ppb

Target Compounds

1) TCM Atrazine 14.39 12.61f 7621 795 0.009 0.083 #
2) TCM Simazine 14.51 0.00 9939 0 0.011 N.D. #
3) TCM Cyanazine 17.45 15.01 2261 7370 0.135 N.D #

Target Compounds

(£) =RT Delta > 1/2 Window (#)=Amounts differ by > 25% (m)=manual int.
1024003.D TRIZMDL.M Fri Oct 26 10:52:01 2012 Page 1
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Quantitation Report (Not Reviewed)

Signal #1 : G:\OPIE\DATA\121024\1024004 .D\NPD1A.CH Vial: 4
Signal #2 : G:\OPIE\DATA\121024\1024004 .D\NPD2B.CH

Acq On : 10-24-12 11:07:23 Operator: TRL
Sample : PAC ECO 5/1000 Inst : Opie
Misc : WATER Multiplr: 1.00
IntFile Signal #1: rteint.p IntFile Signal #2: rteint2.p

Quant Time: Oct 25 16:44 2012 Quant Results File: TRIZMDL.RES

Quant Method : G:\OPIE\DATA\121024\TRIZMDL.M (RTE Integrator)
Title : 8141

Last Update : Thu Oct 25 09:47:37 2012

Response via : Initial Calibration

DataAcqg Meth : OPISP.M

Volume Inj. : 2 ul

Signal #1 Phase : DB-35MS Signal #2 Phase: DB-5MS

Signal #1 Info : 0.32 mm Signal #2 Info : 0.32 mm
Compound RT#1 RT#2 Resp#l Resp#2 pprb ppb

Target Compounds

1) TCM Atrazine 14.39 12.62f 23603 2404 0.029 0.091 #
2) TCM Simazine 14.51 0.00 19793 0 0.023 N.D. #
3) TCM Cyanazine 17.45 15.01 5858 9367 0.143 N.D #

Target Compounds

(£) =RT Delta > 1/2 Window (#)=Amounts differ by > 25% (m)=manual int.
1024004.D TRIZMDL.M Fri Oct 26 10:52:03 2012 Page 1
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Quantitation Report (Not Reviewed)

Signal #1 : G:\OPIE\DATA\121024\1024005.D\NPD1A.CH vial:
Signal #2 : G:\OPIE\DATA\121024\1024005.D\NPD2B.CH

Acq On : 10-24-12 11:37:30 Operator: TRL
Sample : PAC ECO 10/1000 Inst

Misc : WATER Multiplr: 1.00
IntFile Signal #1: rteint.p IntFile Signal #2: rteint2.p

Quant Time: Oct 25 16:44 2012 Quant Results File: TRIZMDL.RES

Quant Method : G:\OPIE\DATA\121024\TRIZMDL.M (RTE Integrator)
Title : 8141

Lagt Update : Thu Oct 25 09:47:37 2012

Response via : Initial Calibration

DataAcqg Meth : OPISP.M

Volume Inj. : 2 ul

Signal #1 Phase : DB-35MS Signal #2 Phase: DB-5MS
Signal #1 Info : 0.32 mm Signal #2 Info : 0.32 mm
Compound RT#1 RT#2 Resp#l Resp#2 prb

Target Compounds

1) TCM Atrazine 14.39 12.61f 32332 4368 0.039
2) TCM Simazine 14.51 12.53f 33412 2896 0.038
3) TCM Cyanazine 17.44 15.01 11418 14332 0.154

Target Compounds

(£)=RT Delta > 1/2 Window (#)=Amounts differ by > 25% (m)=manual int.

1024005.D TRIZMDL.M Fri Oct 26 10:52:04 2012

Page 1
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Quantitation Report (Not Reviewed)

Signal #1 : G:\OPIE\DATA\121024\1024006 .D\NPD1A.CH Vial: 6
Signal #2 : G:\OPIE\DATA\121024\1024006 .D\NPD2B.CH

Acg On : 10-24-12 12:07:29 Operator: TRL
Sample : PAC ECO 50/1000 Inst : Opie
Misc : WATER Multiplr: 1.00
IntFile Signal #1: rteint.p IntFile Signal #2: rteint2.p

Quant Time: Oct 25 16:44 2012 Quant Results File: TRIZMDL.RES

Quant Method : G:\OPIE\DATA\121024\TRIZMDL.M (RTE Integrator)
Title : 8141

Last Update : Thu Oct 25 09:47:37 2012

Response via : Initial Calibration

DataAcqg Meth : OPISP.M

Volume Inj. : 2 ul

Signal #1 Phase : DB-35MS Signal #2 Phase: DB-5MS

Signal #1 Info : 0.32 mm Signal #2 Info : 0.32 mm
Compound RTH#1 RT#2 Respi#l Resp#2 ppb ppb

Target Compounds

1) TCM Atrazine 14.38 12.60 174932 28625 0.214 0.218
2) TCM Simazine 14.50 12.52 188905 22085 0.217 0.332 #
3) TCM Cyanazine 17.44 15.01 68924 71185 0.270 0.223

Target Compounds

(f) =RT Delta > 1/2 Window (#)=Amounts differ by > 25% (m)=manual int.
1024006.D TRIZMDL.M Fri Oct 26 10:52:06 2012 Page 1
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Quantitation Report (Not Reviewed)

Signal #1 : G:\OPIE\DATA\121024\1024007.D\NPD1A.CH vial: 7
Signal #2 : G:\OPIE\DATA\121024\1024007.D\NPD2B.CH

Acg On : 10-24-12 12:37:30 Operator: TRL
Sample : PAC ECO 200/1000 Inst : Opie
Misc : WATER Multiplr: 1.00
IntFile Signal #1: rteint.p IntFile Signal #2: rteint2.p

Quant Time: Oct 25 16:44 2012 Quant Results File: TRIZMDL.RES

Quant Method : G:\OPIE\DATA\121024\TRIZMDL.M (RTE Integrator)
Title : 8141

Last Update : Thu Oct 25 09:47:37 2012

Response via : Initial Calibration

DataAcq Meth : OPISP.M

Volume Inj. : 2 ul

Signal #1 Phase : DB-35MS Signal #2 Phase: DB-5MS

Signal #1 Info : 0.32 mm Signal #2 Info : 0.32 mm
Compound RTH#1 RTH#2 Resp#l Resp#2 pPpb pprb

Target Compounds

1) TCM Atrazine 14.38 12.60 790859 152318 0.966 0.817
2) TCM Simazine 14.50 12.51 822361 138818 0.944 0.845
3) TCM Cyanazine 17.44 15.01 355755 295073 0.851 1.074 #

Target Compounds

(£) =RT Delta > 1/2 Window (#)=Amounts differ by > 25% (m)=manual int.
1024007.D TRIZMDL.M Fri Oct 26 10:52:08 2012 Page 1
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Quantitation Report (Not Reviewed)

Signal #1 : G:\OPIE\DATA\121024\1024008.D\NPD1A.CH Vial: 8
Signal #2 : G:\OPIE\DATA\121024\1024008.D\NPD2B.CH

Acq On : 10-24-12 13:07:31 Operator: TRL
Sample : PAC ECO 500/1000 Inst : Opie
Misc : WATER Multiplr: 1.00
IntFile Signal #1: rteint.p IntFile Signal #2: rteint2.p

Quant Time: Oct 25 16:44 2012 Quant Results File: TRIZMDL.RES

Quant Method : G:\OPIE\DATA\121024\TRIZMDL.M (RTE Integrator)
Title : 8141

Last Update : Thu Oct 25 09:47:37 2012

Response via : Initial Calibration

DataAcq Meth : OPISP.M

Volume Inj. : 2 ul

Signal #1 Phase : DB-35MS Signal #2 Phase: DB-5MS

Signal #1 Info : 0.32 mm Signal #2 Info : 0.32 mm
Compound RT#1 RT#2 Resp#l Resp#2 ppb ppb

Target Compounds

1) TCM Atrazine 14.38 12.60 2153070 480524 2.629 2.407
2) TCM Simazine 14.50 12.51 2299091 466915 2.640 2.287
3) TCM Cyanazine 17.44 15.00 1081774 706049 2.322 2.634

Target Compounds

(f)=RT Delta > 1/2 Window (#)=Amounts differ by > 25% (m)=manual int.
1024008.D TRIZMDL.M Fri Oct 26 10:52:09 2012

Page 1







z °beg

CT0C 0T:2S:0T 9Z 3ID0 TI4A W TTAWZI¥IL da-800¥%Z0T
oo_wN OO_mN OO_VN oo_mN OO_NN oo_vN OO_ON oo_mv Oo_w_‘ OO_N.F oo_w_‘ oo_m_. oo_.vr Oo_mv OO_Nv oo_: oo_or OJQ on_vw OJN omo Oo_m Oo_.¢ oo_,m OJ.N Oo_._. awl]
S s s St Mt et Wi WA e DA A A A A M AT SO ST T RO T O O AR RO

H g

S e

3 4
0

' v Y M
™

& & 0000001

8
F 000000¢
+000000¢
r 000000

g¢adN\d'800vzol
00'9z 00'GZ 00'¥Z 00'€C 00'2Z 00°LZ 00°0Z 00'6L 00'SL 0O0'Z} 00'9L 00'GL 00'¥L OO'CL 00CL OO'LL O0OCL 006 008 00Z 009 00G OOV OO€ 00¢ 001

o b Lo e Lo bve o b v e b b v b Ty g o b o b e b g bev v o by v bega Loy boa i by g

Tasuodsoy
s

e e by b Lo e e by e b e by b e

2

sujzeuekoy

)

BERETE

r00000Y

- 000009

000008

4 ENN

V1AdN\Q'800¥201

—osuodsay

W IAWZITI\$Z0TZT\VIVA\ZIdO\ D : POUISW Iuend
00" T *ITAIITON

JALYM ¢ OSTH
o1do : 3sul 000T/00S 0ODH DOv¥d * o1dures
TaL :xo3exsdo TE:LO:ET TT-%2-0T uo bov

8 :TeTA d-800%Z0T\¥Z0TZT\YIVA\ZIdO\:D : STTd e3eq

Avmswﬂ>mm J0N) umommm GOHuMuHUGMdO








Quantitation Report (Not Reviewed)

Signal #1 : G:\OPIE\DATA\121024\1024009.D\NPD1A.CH Vial: 9
Signal #2 : G:\OPIE\DATA\121024\1024009.D\NPD2B.CH :

Acg On : 10-24-12 13:37:33 Operator: TRL
Sample : PAC ECO 700/1000 Inst : Opie
Misc : WATER Multiplr: 1.00
IntFile Signal #1: rteint.p IntFile Signal #2: rteint2.p

Quant Time: Oct 25 16:44 2012 Quant Results File: TRIZMDL.RES

Quant Method : G:\OPIE\DATA\121024\TRIZMDL.M (RTE Integrator)
Title : 8141

Last Update : Thu Oct 25 09:47:37 2012

Response via : Initial Calibration

DataAcqg Meth : OPISP.M

Volume Inj. : 2 ul

Signal #1 Phase : DB-35MS Signal #2 Phase: DB-5MS

Signal #1 Info : 0.32 mm Signal #2 Info : 0.32 mm
Compound RTH#1 RT#2 Resp#l Resp#2 ppb ppb

Target Compounds

1) TCM Atrazine 14.38 12.60 3153630 730672 3.851 3.619
2) TCM Simazine 14.50 12.52 3430852 710886 3.940 3.360
3) TCM Cyanazine 17.44 15.00 1611794 939469 3.396 3.521

Target Compounds

(f)=RT Delta > 1/2 Window (#)=Amounts differ by > 25% (m)=manual int.
1024009.D TRIZMDL.M Fri Oct 26 10:52:11 2012 Page 1
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Quantitation Report (Not Reviewed)

Signal #1 : G:\OPIE\DATA\121024\1024010.D\NPD1A.CH Vial: 10
Signal #2 : G:\OPIE\DATA\121024\1024010.D\NPD2B.CH

Acqg On : 10-24-12 14:07:34 Operator: TRL
Sample : PAC ECO 1000/1000 Inst : Opile
Misc : WATER Multiplr: 1.00
IntFile Signal #1: rteint.p IntFile Signal #2: rteint2.p

Quant Time: Oct 25 16:44 2012 Quant Results File: TRIZMDL.RES

Quant Method : G:\OPIE\DATA\121024\TRIZMDL.M (RTE Integrator)
Title : 8141

Last Update : Thu Oct 25 09:47:37 2012

Regponse via : Initial Calibration

DataAcqg Meth : OPISP.M

Volume Inj. : 2 ul
Signal #1 Phase : DB-35MS Signal #2 Phase: DB-5MS
Signal #1 Info : 0.32 mm Signal #2 Info : 0.32 mm
! Compound RT#1 RTH#2 Resp#l Resp#2 ppb ppb

Target Compounds

£ 1) TCM Atrazine 14.39 12.61 4729779 1194282 5.775 5.866
2) TCM Simazine 14.51 12.52 5170652 1136331 5.938 5.230
3) TCM Cyanazine 17.44 15.01 2497246 1304120 5.189 4.906

Target Compounds

(£) =RT Delta > 1/2 Window (#)=Amounts differ by > 25% (m)=manual int.
1024010.D TRIZMDL.M Fri Oct 26 10:52:13 2012 Page 1
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EPA8141AQCPackageforTriazines/8141 Triazine MDL study & MDL check.pdf
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Quantitation Report (Not Reviewed)

Signal #1 : G:\OPIE\DATA\121024\1024013.D\NPD1A.CH Vial: 13
Signal #2 : G:\OPIE\DATA\121024\1024013.D\NPD2B.CH

Acg On Tt 10-24-12 15:37:49 Operator: TRL
Sample : PACECO MDL CK 2/1000 0.2ug/L Inst : Opie
Misc : WATER Multiplr: 2.00
IntFile Signal #1: rteint.p IntFile Signal #2: rteint2.p

Quant Time: Oct 25 16:48 2012 Quant Results File: TRIZMDL.RES

Quant Method G:\OPIE\DATA\121024\TRIZMDL.M (RTE Integrator)

Title : 8141
Last Update : Thu Oct 25 16:48:30 2012
: Response via : Initial Calibration

DataAcq Meth : OPISP.M

Volume Inj. : 2 ul
‘ Signal #1 Phase : DB-35MS Signal #2 Phase: DB-5MS
§ Signal #1 Info : 0.32 mm Signal #2 Info : 0.32 mm
Compound RT#1 RT#2 Resp#l Resp#2 ppb ppb
Target Compounds
1) TCM Atrazine 14.38 12.60 68674 9600 0.168 0.251 #
2) TCM Simazine 14.50 12.52 67344 6888 0.155 0.530 #
3) TCM Cyanazine 17.44 15.01 34957 27784 0.351 0.189 #

Target Compounds

(£)=RT Delta > 1/2 Window (#)=Amounts differ by > 25% (m)=manual int.
1024013.D TRIZMDL.M Fri Oct 26 09:58:08 2012 Page 1







_SEP025

Organic Extraction Worksheet

IMethod |OCL OP/Triazine Sep Funnel Low 3510C

[Extraction Set [121019A

[Extraction Method | SEP025

lUnits mL

|

Spiked ID 1 {Pac Eco Cal $td. W/ Surr. 09/25/12 ex 11/10/12 Surrogate ID 1 |OCL/OP Water Surrogate 09/13/12 ex 12/13/12
Spiked ID 2 Surrogate ID 2
Spiked ID 3 Surrogate ID 3
Spiked ID 4 Surrogate ID 4
Spiked ID 5 Surrogate ID 5
Spiked ID 6 Sufficient Vol for Matrix QC: [NO
Spiked ID 7 Ext. Start Time: 10/19/12 15:30
Spiked ID 8 Ext. End Time: 10/22/12 15:25
GC Requires Extract By: 10/19/12 0:00
pH1 Water Bath Temp Criteria(35,35,35,
pH2
pH3
Spiked By: DL Date 10/19/12 Witnessed By: GH ‘ Date 10/19/12
Sample Sample Spike Spike Surrogate [Surrogate Extract [Final  |pH |[Extract Comments
Container |Amount ID Amount - [ID Amount [Volume Date/Time
1{121019A Bik 0.2 1 1000 2 7 [10/19/12 15:30
equip [E-WB1,35 E-RV1
" 2MDL CHECK [1 | NA [ NA 1000 |2 7 |10/19/1215:30  [PAC ECO MDL
equip [E-WB2,35 E-RV2 STUDY
3]MDL-1 [ 0.200 I [ NA [ NA 1000 2 7 |10/19/1215:30  [PAC ECO MDL
, equip [E-WB3,35 E-RV3 STUDY
4MDL-2 [ 0.200 [1 [ NA [ NA 1000 2 7 |10/19121530  [PAC ECOMDL
: equip [E-WB4,34 E-RV4 STUDY
5MDL-3 [ 0.200 E [ NA [ NA 1000 |2 7 |10/19/121530 ,  [PAC ECOMDL
equip [E-WB1,35 E-RV1 STUDY
6MDL-4 [ 0.200 |1 [ NA | NA 1000 |2~ 17 [10/19/121530  |PAC ECOMDL
equip [E-WB2,35 E-RV2 STUDY
7MDL-5 [ 0.200 |1 I NA [ NA 1000 |2 [7 |10/19/121530  [PAC ECOMDL
equip (E-WB3,35 E-RV3 STUDY
8{MDL-6 [ 0.200 [1 | NA [ NA 1000 |2 7 |1019121530  [PAC ECO MDL
equip [E-WB4,34 E-RV4 ‘ STUDY
9IMDL-7 | 0.200 |1 | NA | NA 1000 ]2 [7 [10/19121530  [PAC BCO MDL
equip [B-WB1,35 E-RV1 STUDY
/ -

;inlveﬂt and Lot# Extraction COC Transfer Technician's Initials
MC EMD52104 Extraction lab employee Initials |[DRA ScanmedBy =~ |-
§§\132304 VBIi5B GC analyst's initials HA Sample Preparation DRA
Hexane VWR062212E | [Date j0/23/s>| [Extraction GH/DL
Time [6: 20 | (Concentration GH
Refrigerator
Modified [10/23129:1036 AM ]
Reviewed By: DRA Date 10/23/12
Ext_ID 38093 Page 1 of 1
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9060 SAMPLES*

9060 A. Collection

1. Containers

Collect samples for microbiological examination in clean,
sterile, nonreactive borosilicate glass or plastic bottles or pre-
sterilized plastic bags appropriate for microbiological use.
Where legal action may be involved, consider the use of tamper-
evident closures.

2. Dechlorination

Add a reducing agent to containers intended for the collection
of water having residual chlorine or other halogen unless they
contain broth for direct incubation of sample. Sodium thiosulfate
(Na,S,03) is a satisfactory dechlorination agent that neutralizes
any residual halogen and prevents continuation of bactericidal
action during sample transit. The examination then will indicate
more accurately the true microbial content of the water at the
time of sampling.

For sampling chlorinated wastewater effluents add sufficient
Na,S,0; to a clean sample bottle to give a concentration of
100 mg/L in the sample. In a 120-mL bottle 0.1 mL of a 10%
solution of Na,S,0; will neutralize a sample containing up to
15 mg/L residual chlorine. For drinking water samples, the
concentration of dechlorination agent may be reduced: 0.1 mL of
a 3% solution of Na,S,0; in a 120-mL bottle will neutralize up
to 5 mg/L residual chlorine. See Table 9060:1 for preparation of
sodium thiosulfate solutions. Where possible, determine normal
residual chlorine before sampling at a new site (e.g., pool water
may contain a higher chlorine level than normal) to enable
laboratory to prepare an adequate amount of dechlorination
agent per sample bottle. Discard turbid (bacterial growth) 10%
sodium thiosulfate stock solutions.

Loosely cap bottle and sterilize by either dry or moist heat, as
directed (Section 9040) and perform sterility checks as noted in
Section 9020B.5d. Presterilized plastic bags or bottles containing
Na,S,0; are available commercially.

3. Sampling Procedures

Maintain consistent sampling procedures. When the sample is
collected, leave ample air space in the bottle (at least 2.5 cm) to
facilitate mixing by shaking, before examination. Reject sample
bottles that are overfilled and request resampling or, alterna-
tively, add overfilled samples to a larger sterile sample bottle in
the laboratory to assure adequate mixing.

Keep sampling bottle closed until it is to be filled. Remove cap
or stopper, if used, as a unit. Do not place cap down on any
surface. Avoid external contamination during sample collection

* Approved by Standard Methods Committee, 2006.
Joint Task Group: Margo E. Hunt (chair), Ellen B. Braun-Howland, Terry C.
Covert, Gil Dichter, Nancy H. Hall, Robin K. Oshiro.

TaBLE 9060:1. Soprum THIOSULFATE EQUIVALENTS

Weight of Compound

Solution Strength and Na,S,0; Form Required

3%, anhydrous 3 /100 mL
3%, pentahydrate 4.6 g/100 mL
10%, anhydrous 10 g/100 mL

10%, pentahydrate 15.21 g/100 mL

and do not contaminate inner surface of stopper or cap and bottle
neck. Fill container without rinsing, replace stopper or cap
immediately, and secure hood, if used, around neck of bottle.

Systematically plan to collect samples that are representative
of the water being tested. When planning sample collection
activities, consider temporal, spatial (horizontal and vertical),
and hydrodynamic conditions (e.g., wet versus dry weather and
seasonal lake turnover effects). Sampling frequency and the
number of samples to be collected will depend on ultimate data
usage needs.

a. Potable water: 1f the water sample is to be taken from a
distribution-system tap without attachments, select a tap that is
supplying water from a service pipe directly connected with the
main, and is not, for example, served from a cistern or storage
tank. Remove from the tap any attachments, such as filters,
aerators, flow directors, or screens. Open cold water tap fully and
let water run to waste for 2 or 3 min, or for a time sufficient to
permit clearing the service line. Reduce water flow to permit
filling bottle without splashing. If tap cleanliness is questionable,
choose another tap. If a questionable tap is required for special
sampling purposes, disinfect the faucet (inside and outside) by
applying a solution of sodium hypochlorite (100 mg NaOCI/L)
to faucet or by flaming before sampling; let water run for
additional 2 to 3 min after treatment. Do not sample from leaking
taps that allow water to flow over the outside of the tap. If
sampling from a mixing faucet cannot be avoided, run hot water
for 2 min, then cold water for 2 to 3 min, and collect sample as
indicated above.

If the sample is to be taken from a well fitted with a hand
pump, pump water to waste for about 5 to 10 min or until water
temperature has stabilized before collecting sample. If an out-
door sampling location must be used, avoid collecting samples
from frost-proof hydrants. If there is no pumping machinery,
collect a sample directly from the well by means of a sterilized
bottle fitted with a weight at the base; take care to avoid con-
taminating samples by any surface scum. Other sterile sampling
devices, such as a trip bailer, also may be used.

In drinking water evaluation studies, collect samples of fin-
ished water from distribution sites selected to ensure systematic
coverage during each month. Carefully choose distribution sys-
tem sample locations to include dead-end sections to demon-
strate bacteriological quality throughout the network and to
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ensure that localized contamination does not occur through
cross-connections, breaks in the distribution lines, or reduction
in positive pressure. Sample locations may be public sites (police
and fire stations, government office buildings, schools, bus and
train stations, airports, community parks), commercial establish-
ments (restaurants, gas stations, office buildings, industrial
plants), private residences (single residences, apartment build-
ings, and townhouse complexes), and special sampling stations
built into the distribution network. Preferably avoid outdoor taps,
fire hydrants, water treatment units, and backflow prevention
devices. Establish sampling program in consultation with state
and local health authorities.

b. Raw water supply: In collecting samples directly from a
river, stream, lake, reservoir, spring, or well, obtain samples
representative of the water that is the source of supply to con-
sumers. It is undesirable to take samples too near the bank or too
far from the point of drawoff, or at a depth above or below the
point of drawoff.

c. Surface waters: Stream studies may be short-term, high-
intensity efforts. Select bacteriological sampling locations to
include a baseline location upstream from the study area, indus-
trial and municipal waste outfalls into the main stream study
area, tributaries except those with a flow less than 10% of the
main stream, intake points for municipal or industrial water
facilities, downstream samples based on stream flow time, and
downstream recreational areas. Dispersion of wastewaters into
the receiving stream may necessitate preliminary cross-section
studies to determine completeness of mixing. Where a tributary
stream is involved, select the sampling point near the confluence
with the main stream. Samples may be collected from a boat or
from bridges near critical study points. Choose sampling fre-
quency to be reflective of changing stream or water body con-
ditions.

To monitor stream and lake water quality, establish sampling
locations at critical sites. Sampling frequency may be seasonal
for recreational waters, daily for water supply intakes, hourly
where waste treatment control is erratic and effluents are dis-
charged into shellfish harvesting areas, or even continuous.

d. Bathing beaches: Sampling locations for recreational areas
should reflect water quality within the entire recreational zone.
Include sites from upstream peripheral areas and locations adja-
cent to drains or natural contours that would discharge storm-
water collections or septic wastes. Collect samples in the
swimming area from a uniform depth representative of phys-
ical contact through swimming and splashing, approximately
30 cm or 1 ft below the surface. Consider sediment sampling of
the water—beach (soil) interface because of exposure of young
children at the water’s edge.

To obtain baseline data on marine and estuarine bathing water
quality, include sampling at low, high, and ebb tides.

Relate sampling frequency directly to the peak bathing period,
which generally occurs in the afternoon. Preferably, collect daily
samples during the recognized bathing season; at a minimum
include Friday, Saturday, Sunday, and holidays." When limiting
sampling to days of peak recreational use, preferably collect a
sample in the morning and the afternoon. Correlate bacteriolog-
ical data with turbidity levels and rainfall over the watershed to
make rapid assessment of water quality changes. Heterotroph
levels can also vary in response to sunlight conditions.”

e. Sediments and biosolids: The bacteriology of bottom sedi-
ments is important in water supply reservoirs, in lakes, rivers,
and coastal waters used for recreational purposes, and in shell-
fish-growing waters. Sediments may provide a stable index of
the general quality of the overlying water, particularly where
there is great variability in its bacteriological quality.

Sampling frequency in reservoirs and lakes may be deter-
mined by seasonal changes in water temperatures and stormwa-
ter runoff. Bottom sediment changes in river and estuarine wa-
ters may be more erratic, being influenced by stormwater runoff,
increased flow velocities, and sudden changes in the quality of
effluent discharges.

Microbiological examination of biosolids from water and
wastewater treatment processes is desirable to determine the
impact of their disposal into receiving waters, ocean dumping,
land application, or burial in landfill operations.

Collect and handle biosolids with less than 7% total solids
using the procedures discussed for other water samples. Biosol-
ids with more than 7% solids and exhibiting a “plastic” consis-
tency or “semisolid” state typical of thickened sludges require a
finite shear stress to cause them to flow. This resistance to flow
results in heterogeneous distribution of biosolids in tanks and
lagoons. Use cross-section sampling of accumulated biosolids to
determine distribution of organisms within these impoundments.
Establish a length—width grid across the top of the impoundment,
and sample at intercepts. A thief sampler (e.g., a Van Dorn or
Kemmerer sampler) that samples only the solids layer may be
useful. Alternatively, use weighted bottle samplers that can be
opened up at a desired depth to collect samples at specific
locations. Use gloves when sampling. Rinse exterior of sample
bottles onsite and place them in plastic bags.

Processed biosolids having no free liquids are best sampled
when they are being transferred. Collect grab samples across the
entire width of the conveyor and combine into a composite
sample. If solids are stored in piles, classification occurs. Exte-
riors of uncovered piles are subject to various environmental
stresses such as precipitation, wind, fugitive dusts, and fecal
contamination from scavengers. Consequently, surface samples
may not reflect the microbiological quality of the pile. Therefore,
use cross-section sampling of these piles to determine the degree
of heterogeneity within the pile. Establish a length—width grid
across the top of the pile, and sample intercepts. Sample augers
and corers may prove to be ineffective for sampling piles of
variable composition. In such cases, use hand shovels to remove
overburden.

. Nonpotable samples (manual sampling): Take samples from
ariver, stream, lake, reservoir, or pool by holding the bottle near
its base in the hand (use gloves) and plunging it, neck downward,
below the surface. Turn bottle until neck points slightly upward
and mouth is directed toward the current. If there is no current,
as in the case of a reservoir, create a current artificially by
pushing bottle forward horizontally in a direction away from the
hand. When sampling from a boat, obtain samples from up-
stream side of boat. If it is not possible to collect samples from
these situations in this way, attach a weight to base of bottle and
lower it into the water. In any case, take care to avoid contact
with bank or stream bed; otherwise, water fouling may occur.

g. Sampling apparatus: A special apparatus that permits me-
chanical removal of bottle stopper below water surface is re-
quired to collect water samples from depths of a lake, reservoir,
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or deep well without a pump. Various types of deep sampling
devices are available. The most common is the ZoBell J-Z
sampler.” Commercial adaptations of this sampler and others are
available.

Bottom sediment sampling may require a special apparatus.
Petit Ponar®f samplers are effective for a variety of bottom
materials for remote (deep water) or hand (shallow water) sam-
pling. Following manufacturer’s instructions, drop the closed
sterile sampler through the water column and open it when it
reaches the sediment bed. Close after the sample is taken, bring
sampler to the surface, and drain excess water. Use a sterile
spatula or similar device to transfer sample into a sterile con-
tainer. Clean and decontaminate sampler between sampling sites;
a suggested procedure is to brush with dilute soap, rinse with tap
water, soak in 0.005% bleach solution for 10 to 20 min, and then,
if chlorination is of concern, soak in 0.005% sodium thiosulfate
solution for 5 min.

For sampling wastewaters or effluents the techniques de-
scribed above generally are adequate; in addition see Section
1060.

4. Sample Volume

The volume of sample should be sufficient to carry out all tests
required. For potable water samples collect a minimum of 100 =
2.5 mL. Larger volumes may be needed for bacterial pathogen,
protozoan, and viral analyses.

5. Identifying Data

Accompany samples by complete and accurate identifying and
descriptive data, such as name of system or site; sample type;
collection location; sampling depth, date, and time; sampler’s
name; analyses to be performed; chlorine residual; and reducing

1 Registered trademark of Morris & Lee, Inc., d/b/a Wildlife Supply Co., Buffalo,
NY.

agents if used (e.g., sodium thiosulfate and EDTA). Record
abnormalities or departures from specified sample collection,
handling, or receipt procedures. Where possible or required for
compliance, sample receipt information should indicate chain-
of-custody and shipment handling at temperatures <8°C, but not
frozen. Do not accept for examination inadequately identified
samples.
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9060 B. Preservation and Storage

1. Holding Time and Temperature

a. General: Start microbiological analysis of water samples as
soon as possible after collection to avoid unpredictable changes
in the microbial population. Do not analyze samples submitted to
the laboratory with chlorine residual or with leakage. In such
cases, request resampling.

For most accurate results, ice samples during transport to the
laboratory if they cannot be processed within 1 h after collection.
Maintain samples in the dark and keep cool with ice or blue ice
at <8°C but not frozen. Samples arriving quickly at the labora-
tory may not have reached this temperature. Verify and record
sample temperature upon receipt either through the use of a
control water sample bottle or infrared thermometer.

The regulatory holding time varies for different types of
samples; observe these limits. For samples collected for non-

regulatory purposes, do not hold for more than 24 h. Follow the
guidelines and requirements given below for specific water
types. If the results may be used in legal action, use special
means (rapid transport, express mail, courier service, etc.) to
deliver the samples to the laboratory within the specified time
limits and maintain chain of custody. For samples that cannot be
analyzed within the required holding time, consider setting up a
mobile field laboratory or pre-incubation of sample.

b. Drinking water for compliance purposes: For coliform
E. coli analyses, the holding time from collection to analysis is
30 h. While there is no regulatory preservation temperature,
attempt to keep samples at <8°C during transport to the labo-
ratory. Maintain samples for heterotrophic plate count analysis at
<8°C and do not exceed 8 h holding time. Do not freeze. Record
sample receipt time and temperature in sample receipt file.
Analyze samples on day of receipt whenever possible and re-
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frigerate overnight if arrival is too late for processing on same
day, as long as holding time conditions can still be met.

For analysis of protozoa (Cryptosporidium sp. and Giardia
sp.) the holding time of 96 h is calculated from the time of
sample collection to elution for those samples shipped to the
laboratory in bulk, and is calculated from sample filtration to
elution for samples filtered in the field. Samples should arrive at
<20°C.

c. Nonpotable water for compliance purposes: Hold source
water, stream pollution, recreational water, and wastewater sam-
ples at <8°C during a maximum transport time of 6 h. Do not
freeze. Record sample receipt time and temperature in sample
receipt files. Refrigerate these samples upon receipt in the lab-
oratory and process within 2 h. When transport conditions ne-
cessitate delays in delivery of samples longer than 6 h, consider
using either field laboratory facilities located at the site of
collection or delayed incubation procedures.

For bacterial samples in wastewater sludge (fecal coliforms
and Salmonella sp.) the regulatory holding time is 24 h.

For analyses of protozoa see { b above.

d. Other water types for noncompliance purposes: Hold sam-
ples at <8°C during transport and until time of analysis for no
more than 24 h. Do not freeze. Record sample receipt time and
temperature in sample receipt files.
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