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SITE SETTING AND INVESTIGATION PURPOSE

As part of the routine evaluation of groundwater quality at production wells that serve the 3M
Cottage Grove facily (facility), 3M determined that low levels of fluorocarbons (FC's) were
present in faclty groundwater. Studies confirmed that the FC's present in the groundwater
were prevented from leaving the facility by the faciit’s production wells. Water derived from
the production wells, after use al the facilly, is then discharged to the facility's wastewater
ponds and subsequently discharged through the NPDES permitted outfall"

As an outcome of the reporting of the FC's in the production wels by 3M to the MPCA, MPCA
Staff requested that 3M reevaluate the D1 area (site) to determine if the HF tars were
contributing FCs 10 the groundwater at the facility. The following Data Quality Objectives
(DQOs) and work plan was developed to mest this request.

‘The site is described in detail in the February 1986, Final Remedial Investigation Reportforthe
3M Ghemolite Center, Cottage Grove, Minnesota (Weston). To paraphrase Weston, the site
was Used to neutralize hydrofluoric acid (HF) tars with lime by mixing tars with lime in a concrete
lined pit. The neutralization operation was believed 0 have taken place in the mid 1960's to
early 1970's, after which t was closed and covered with local fill materials.

Th site is located in the southeastern comer of the faciity. The site is generally flat, with steep
drop-offs to the north towards an unnamed creek and (0 the south towards the Mississippi River
(River). The unnamed creck to the north is an ephemeral stream that conveys treated effluent
from the facility's wastewater reatment ponds to the River. Groundwater levels measured at
nearby monitoring well MW-13 indicate that the groundwater table is at least 20 feet lower than
the bed clevation of this ephemeral stream at a point upgradient of the site. Groundwater
discharga to this stream is therefore unlikely. Periodic surface water flow in this stream likely
results in litte change to regional groundwater flow from north to south. Recharge from
precipitation in the site area should move vertically to the water table and then to the River
‘approximately 400 feet to the south. A radial flow pattern is unikely.

Primary growh trees bound the site immediately adjacent to the north and east, and a dirt
‘access road bounds the site immediately adjacent to the south

Weston completed an evaluation of the site by depicting the limits of the subsurface pit by
geophysical survey and coliecting samples of the interred neutralized tars for leach fest
analysis. Based on these analyses Weston reported the wastes were nonhazardous. The
MPCA approved closureof ths site in 1987.

Sile reconnaissance, response actions at the facility, and document research have determined
that regional groundwater flows from north to south at the site toward base discharge into the
River. Only where production wells alter groundwater flow patterns is this system altered.
‘Groundwater studiesatthe site have indicated that the groundwater elevation measured at MW-
13 has been on occasion lower then the pool elevation of the River. This implies that the
production well system at the facility may influence groundwater flow near the D1 area. Studies
have documented that groundwater is constrained from downward vertical flow by the

* 3M operates under an existing permit and submitted an NPDES Upgrado Permit Application (20100) to
the MCA on February 5. 2002.
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SITE SETTING AND INVESTIGATION PURPOSE 

As part of the routine evaluation of groundwater quality at production wells that serve the 3M 
Cottage Grove facility (facility), 3M determined that low levels of fluorocarbons (FC’s) were 
present in facility groundwater. Studies confirmed that the FC’s present in the groundwater 
were prevented from leaving the facility by the facility’s production wells. Water derived from 
the production wells, after use at the facility, is then discharged to the facility’s wastewater 
ponds and subsequently discharged through the NPDES permitted outfall1. 

As an outcome of the reporting of the FC’s in the production wells by 3M to the MPCA, MPCA 
staff requested that 3M reevaluate the D1 area (site) to determine if the HF tars were 
contributing FCs to the groundwater at the facility. The following Data Quality Objectives 
(DQOs) and work plan was developed to meet this request. 

The site is described in detail in the February 1986, Final Remedial Investigation Report for the 
3M Chemolite Center, Cottage Grove, Minnesota (Weston). To paraphrase Weston, the site 
was used to neutralize hydrofluoric acid (HF) tars with lime by mixing tars with lime in a concrete 
lined pit. The neutralization operation was believed to have taken place in the mid 1960’s to 
early 1970’s, after which it was closed and covered with local fill materials. 

The site is located in the southeastern corner of the facility. The site is generally flat, with steep 
drop-offs to the north towards an unnamed creek and to the south towards the Mississippi River 
(River). The unnamed creek to the north is an ephemeral stream that conveys treated effluent 
from the facility’s wastewater treatment ponds to the River. Groundwater levels measured at 
nearby monitoring well MW-13 indicate that the groundwater table is at least 20 feet lower than 
the bed elevation of this ephemeral stream at a point upgradient of the site. Groundwater 
discharge to this stream is therefore unlikely. Periodic surface water flow in this stream likely 
results in little change to regional groundwater flow from north to south. Recharge from 
precipitation in the site area should move vertically to the water table and then to the River 
approximately 400 feet to the south. A radial flow pattern is unlikely. 

Primary growth trees bound the site immediately adjacent to the north and east, and a dirt 
access road bounds the site immediately adjacent to the south. 

Weston completed an evaluation of the site by depicting the limits of the subsurface pit by 
geophysical survey and collecting samples of the interred neutralized tars for leach test 
analysis. Based on these analyses Weston reported the wastes were nonhazardous. The 
MPCA approved closure of this site in 1987. 

Site reconnaissance, response actions at the facility, and document research have determined 
that regional groundwater flows from north to south at the site toward base discharge into the 
River. Only where production wells alter groundwater flow patterns is this system altered. 
Groundwater studies at the site have indicated that the groundwater elevation measured at MW- 
13 has been on occasion lower then the pool elevation of the River. This implies that the 
production well system at the facility may influence groundwater flow near the D1 area. Studies 
have documented that groundwater is constrained from downward vertical flow by the 

1 3M operates under an existing permit and submitted an NPDES Upgrade Permit Application (20100)to 
the MPCA on February 5, 2002. 
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underlying St. Lawrence Formation (SIL). Groundwater, below the SL, has been documented
as being confined below the facilty, and wells finished below the SIL have produced flowing
artesian conditions at pool elevationofthe River. The log of the monitoring well installed west
of the site (MW-13) indicates that the area piezometeric surface is in tho alluvium. Borings
completed during the investigationof the adjacent D2 area have documented alluvial conditions
to depth, rather then bedrock, indicating alluvial conditions are likely present beneath the D1
site. There is no potable water use in the area of the site and no wells are present between the
sito and the River. No springs are present along the base of the bluff adjacent to the River:
therefore, groundwater discharge from the area around the site enters the pool of the River by
diffuse seepage.

PROJECTDATA QUALITY OBJECTIVES AND REQUIREMENTS

The following work plan is developed utiizing the seven step DQO process ciled in the MPCA
documents entitled Draft Guidelines Risk Based Site Characterization and Sampling Guidance
(1996) and Data Quality Objectives Memorandum (1998).

1. Statementof Problem:

a. Planning Team

IM Project Manager Mark Gaetz
3M Engineer Todd Fasking
ERG Hydrogeologist Paul Book
ERG Samplers Paul Book and Dan Comeau
3M Lab Manager Merk Ellefson

b. Decision Maker

3M Corporate Programs Project Team

©. Statement of Problem

To determine if FC's are present in groundwater at the D1 site.

d. Resource restrictions

= Laboratory cost ofa single FC analysis is approximately $1,000.
= Terrain, grade and depth to groundwater limits groundwater sampling to installation

of groundwater monitoring wells.

2. Identification of the Decision

a. Study Question

Are FC's presentin groundwater above acceplable risk levels at the D1 site.

EnormenisResource Gru, LC 2 coer 17,2002
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underlying St. Lawrence Formation (StL). Groundwater, below the StL, has been documented 
as being confined below the facility, and wells finished below the StL have produced flowing 
artesian conditions at pool elevation of the River. The log of the monitoring well installed west 
of the site (MW-13) indicates that the area piezometeric surface is in the alluvium. Borings 
completed during the investigation of the adjacent D2 area have documented alluvial conditions 
to depth, rather then bedrock, indicating alluvial conditions are likely present beneath the D1 
site. There is no potable water use in the area of the site and no wells are present between the 
site and the River. No springs are present along the base of the bluff adjacent to the River; 
therefore, groundwater discharge from the area around the site enters the pool of the River by 
diffuse seepage. 

PROJECT DATA QUALITY OBJECTIVES AND REQUIREMENTS 

The following work plan is developed utilizing the seven step DQO process cited in the MPCA 
documents entitled Draft Guidelines Risk Based Site Characterization and Sampling Guidance 
(1996) and Data Quality Objectives Memorandum (1998). 

1. Statement of Problem: 

a. Planning Team 

3M Project Manager 
3M Engineer 
ERG Hydrogeologist 
ERG Samplers 
3M Lab Manager 

b. Decision Maker 

Co 

Mark Gaetz 
Todd Fasking 
Paul Book 
Paul Book and Dan Comeau 
Mark Ellefson 

3M Corporate Programs Project Team 

Statement of Problem 

o 

To determine if FC’s are present in groundwater at the D1 site. 

d. Resource restrictions 

¯ Laboratory cost of a single FC analysis is approximately $1,000. 
¯ Terrain, grade and depth to groundwater limits groundwater sampling to installation 

of groundwater monitoring wells. 

Identification of the Decision 

a. Study Question 

Are FC’s present in groundwater above acceptable risk levels at the D1 site. 
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b. Action

Collect groundwater samples in the area of the D1 site.

c. Decision Statement

Determina if FC's are present in the D1 site groundwater above acceptable risk levels.

d. Decision Sequence

= Monitor sie water quality for FC's
= If detected, meet with MPCA to evaluate if concentrations are above acceptable risk

levels.
= Ifnot detected, close site

3. Inputs to the Decision

a. Variables

= Groundwater FC chemistry
= Sito lithology

b.. Information Source(s)
= Prior site work by Weston
= FC surface water effluent standards, if any, approved by the MPCA.
= Site data collection

©. Action Level

Confirmation of the presence of FCS in groundwater at monitoring wells installed at D1
will require 3M to contact MPCA staff to discuss the result.

No further action wil be taken if the total FC concentration in site groundwater is lower
then analytical detection limits or lower then effluent standards developed by the MPCA
for FCs.

d. Analytical Methods

Laboratory FC analysis will be by 3M's analytical laboratory or by a 3M contract
laboratory. Laboratory analytical protocols are outlined in Appendix A; the same
laboratory protocols will be folowed by 3M's analytical laboratory and by 3M's contract
laboratory.

Field sampling protocols are outlined in Appendix B.

4. DefinitionofStudy Boundaries and Work Plan Elements

a. Boundaries

Enonmonta RasouoGrup LC a October 17.2002
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3M Cottage Grove Facility 

b. Action 

Collect groundwater samples in the area of the D1 site. 

c. Decision Statement 

Determine if FC’s are present in the D1 site groundwater above acceptable risk levels. 

d. Decision Sequence 

¯ Monitor site water quality for FC’s 
¯ If detected, meet with MPCA to evaluate if concentrations are above acceptable risk 

levels 
¯ If not detected, close site 

Inputs to the Decision 

a. Variables 

¯ Groundwater FC chemistry 
¯ Site lithology 

b. Information Source(s) 

¯ Prior site work byWeston 
¯ FC surface water effluent standards, if any, approved by the MPCA 
¯ Site data collection 

c. Action Level 

Confirmation of the presence of FCs in groundwater at monitoring wells installed at D1 
will require 3M to contact MPCA staff to discuss the results. 

No further action will be taken if the total FC concentration in site groundwater is lower 
then analytical detection limits or lower then effluent standards developed by the MPCA 
for FCs. 

d. Analytical Methods 

Laboratory FC analysis will be by 3M’s analytical laboratory or by a 3M contract 
laboratory. Laboratory analytical protocols are outlined in Appendix A; the same 
laboratory protocols will be followed by 3M’s analytical laboratory and’by 3M’s contract 
laboratory. 

Field sampling protocols are outlined in Appendix B. 

Definition of Study Boundaries and Work Plan Elements 

a. Boundaries 
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= Data collection is limited to the immediate area of D1 and by sampling of
groundwater at the water table.

= The downgradient and southern boundary of the site is the surface water pool of the
River.

= The upgradient boundary is the unnamed ephemeral stream north of the site:
= There are no temporal boundaries

b. Sampling Population

= Sample collection wil be limited to groundwater at the water table.

©. Sampling Collection Period

= ERG will collecta single round of groundwater samples no sooner than 7 days after
wel development and again approximately 4-6 weeks later. There are no anticipated
temporal constraints.

d. Sampiing Location

= Sample collection wil be limited to groundwater collected from a monitoring well
located between the site and the River and a monitoring well located between the
site and the unnamed ephemeral stream. The monitoring wells wil be screened to

monitor water table conditions.

&. Sampling Constraints.

«None anticipated

5. Developmentof a Decision Rule:

a. Statistical parameter

+ The maximum concentration of total FC's in groundwater collected during each
sampling round will be dotermined. The concentration of individual FC compounds.
will be quantified and reported.

b. Action Level

* Actions wil be discussed with the MPCA if FC compounds are detected in
groundwater.

©. Decision Rule

= The presence of FCs in groundwater at the site monitoring wells will require
contacting the MPCA to discuss the resus.

= If the FC concentration exceeds any effluent standards approved by the MPCA or
the analytical detection limit, whichever is higher, 3M may install an addtional wel at
the site and sample it for FCs based on the outcome of discussions with the MPCA

Emsonmant Rescues Group, LLG 4 citer 17,2002
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bo 

¯ Data collection is limited to the immediate area of D1 and by sampling of 
groundwater at the water table. 

¯ The downgradient and southern boundary of the site is the surface water pool of the 
River. 

¯ The upgradient boundary is tl~e unnamed ephemeral stream north of the site 
¯ There are no temporal boundaries 

Sampling Population 

¯ Sample collection will be limited to groundwater at the water table. 

Sampling Collection Period 

¯ ¯ ERG will collect a single round of groundwater samples no sooner than 7 days after 
well development and again approximately 4-6 weeks later. There are no anticipated 
temporal constraints. 

d. Sampling Location 

Sample collection will be limited to groundwater collected from a monitoring well 
located between the site and the River and a monitoring well located between the 
site and the unnamed ephemeral stream. The monitoring wells will be screened to-- 
monitor water table conditions. 

e. Sampling Constraints 

¯ None anticipated 

Development of a Decision Rule 

a. Statistical parameter 

¯ The maximum concentration of total FC’s in groundwater collected during each 
sampling round will be determined. The concentration of individual FC compounds 
will be quantified and reported. 

b. Action Level 

¯ Actions will be discussed with the MPCA if FC compounds are detected in 
groundwater. 

c. Decision Rule 

The presence of FCs in groundwater at the site monitoring wells will require 
contacting the MPCA to discuss the results. 
If the FC concentration exceeds any effluent, standards approved by the MPCA or 
the analytical detection limit, whichever is higher, 3M may install an additional well at 
the site and sample it for FCs based on the outcome of discussions with the MPCA. 
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= 3M will then discuss the results of the addtional sampling with the MPCA upon
receipt of the data.

= If the groundwater FC concentrations are lower then their respective analytical
detection limitsorthe MPCA approved effluent standard, whichever is higher, 3M will
take no further action.

6. Error Limits

Error tolerance on the proposed action level is +/- 10% and is based upon 2 rounds of
‘sampling from the monitoring well

7. Work Plan Design

+ Thera are no anticipated specific gravity/solubiity concerns with the FC's. The study
is limited to water table monitoring

= Monitoring well installation and future well abandonment will be in accordance with
Minnesota Rule 47251830. A conractor licensed by the State of Minnesota will
install the wells. Any water used for driling purposes will uliize potable water
brought to the site.

= All borings wil be advanced through the unconsolidated glacial deposits at the site
using conventional 7.25-inch outer diameter hollow-stem auger (HSA) driling
methods. Continuous split spoon samples of the upper 10 feel of unconsolidated
‘materials in the well borings vill be screenedwith a PID for worker health and safety.
Spiitspoon samples wil be collected at approximate 10-foot intervals over the
remainder of the borings. ERG will field screen using a portable photo-ionization
detector (PID) calibrated at 100 parts per milion (ppm) with isobutylene and
‘equipped with a 10.6 electron voll lamp to determine soil volatile organic vapor
concentrations. ERG will observe the soil samples for obvious indications of
potential impact such as staining or chemical odors. Soil descriptions, fleld
observations and screening results will be recorded on ERG field logs.

= The HSA borings will be advanced to the water table, where a 2-inch-diameter low
carbon steal casing and 10-foot stainless stool scroen will be set. The well screen
will be set to intersect the apparent water table surface. The casing annulus will be
sealed using bentoniteslurryset vith a tremmie fine.

= After the monitoring wells are completed, the contractor will develop the wells.
Development water will be containerized and transported to the site wastewater
treatment plant for disposal.

«Al down hole equipment wil be properly cleaned prior to its arrival on-site.
Equipment wil be decontaminated between borings using a jet spray or brush and
water containing Alconoxsoapand rinsing with deionized water.

+ After the water level in the new wells are recovered completely, static water levels.
will be measured and the wells will be purged of at least three well volumes.
Stabilization tests will be performed to document stable readings for pH, specific
conductivity and temperature.

EnvionmentaRosourcoGra, LLC s October 17.2002

Made Availableby 3M for Inspection and Copying as Confidential Information’ Subjectto 3MA00048089
Protective Order In Palmer. 3M, No. C2-04.8309

865.0006

Subsurface Investigation Work Plan 3M Cottage Grove Facifity 
Neutralized HF Tar (D1) Disposal Area 

3M will then discuss the results of the additional sampling with the MPCA upon 
receipt of the data. 
If the groundwater FC concentrations are lower then their respective analytical 
detection limits or the MPCA approved effluent standard, whichever is higher, 3M will 
take no further action. 

6. Error Limits 

Error tolerance on the proposed action level is +/- 10% and is based upon 2 roands of 
sampling from the monitoring well. 

7. Work Plan Design 

¯ There are no anticipated specific gravity/solubility concerns with the FC’s. The study 
is limited to water table monitoring. 

Monitoring well installation and future well abandonment will be in accordance with 
Minnesota Rule 4725.1830. A contractor licensed by the State of Minnesota will 
install the wells. Any water used for drilling purposes will utilize potable water 
brought to the site. 

All borings will be advanced through the unconsolidated glacial deposits at the site 
-using conventional 7.25-inch outer diameter hollow-stem auger (HSA) drilling-- 

methods. Continuous split spoon samples of the upper 10 feet of unconsolidated 
materials in the well borings will be screened with a PID for worker health and safety. 
Split-spoon samples will be collected at approximate lO-foot intervals over the 
remainder of the borings. ERG will field screen using a portable photo-ionization 
detector (PID) calibrated at 100 parts per million (ppm) with isobutylene and 
equipped with a 10.6 electron volt lamp to determine soil volatile organic vapor 
concentrations. ERG will observe the soil samples for obvious indications of 
potential impact such as staining or chemical odors. Soil descriptions, field 
observations and screening results will be recorded on ERG field logs. 

The HSA borings will be advanced to the water table, where a 2-inch-diameter low 
carbon steel casing and 10-foot stainless steel screen will be set. The well screen 
will be set to intersect the apparent water table surface. The casing annulus will be 
sealed using bentonite slurry set with a tremmie line. 

¯ After the monitoring wells are completed, the contractor will dewlop the wells. 
Develepment water will be containerized and transported to the site wastewater 
treatment plant for disposal. 

¯ All down hole equipment will be properly cleaned prior to its arrival on-site. 
Equipment will be decontaminated between borings using a jet spray or brush and 
water containing Alconox soap and rinsing with deionized water. 

After the water level in the new wells are recovered completely, static water levels 
will be measured and the wells will be purged of at least three well volumes. 
Stabilization tests will be performed to document stable readings for pH, specific 
conductivity and temperature. 
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= Groundwater samples will be obtained from the wells using a new, disposable,
double check-valve polyethylene baler positioned to Obtain samples from the aquifer
formation. The samples will be submitted for laboratory analyses of FC's.

+ Groundwater samples wil be transported to the laboratory under appropriate chain-
. of-custody procedures.

+ Each wells location will be verified by ERG using GPS andlor surveying 10 locally
established benchmarks.

+ The results of the environmental assessment will be presented in a written report to
the MPCA. The report will include field methodologies and analytical result, wil
compare the analytical results to the proposed action limit and wil discuss the.
implications of any confirmed environmental _impacls and may include
recommendations for additonal site work,ifappropriate.
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Groundwater samples will be obtained from the wells using a new, disposable, 
double check-valve polyethylene bailer positioned to obtain samples from the aquifer 
formation. The samples will be submitted for laboratory analyses of FC’s. 

Groundwater samples will be transported to the laboratory under appropriate chain- 
of-custody procedures. 

Each well’s location will be verified by ERG using GPS and/or surveying to locally 
established benchmarks. 

]-he results of the environmental assessment will be presented in a written report to 
the MPCA. The report will include field methodologies and analytical results, will 
compare the analytical results to the proposed action limit and will discuss the- 
implications of any confirmed environmental impacts and may include 
recommendations for additional site work, if appropriate. 
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APPENDIX A
Laboratory Testing Protocols
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3M Cottage Grove Facility 

APPENDIX A 
Laboratory Testing Protocols 
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10 SCOPE AND APPLICATION
1.1 Thismethod provides collection, extraction, and analytical proceduresforthe,

determinationof Perfluorooctane sulfonate (FOS), Perfluorooctane Sulfonylamide
(PFOSA), and Perfluorooctanoate (POAA) in groundwater, surface water, and drinking
water samples.

1.2 This method was prepared according to the EPA document, “Guidelines and Format for
Methods to be Proposedat40 CFRPart 136orPart 141” (see Reference 18.1),and is
based in part on the report “Methodof Analysis for the Determinationof Perfluorooctane
sulfonate (PROS), Perfluorooctane sulfonylamide (PFOSA), and Perfluorooctanoate
(POAA) in Water” (see Reference 18.2).

20 SummawvorMemioo
21 Water samples are collected froma siteofinterest and shipped cold fo an analytical

facility. PFOS, PFOSA, and POAA are extracted from 40mL water samples using Cy
solid phase extraction (SPE) cartridges. The compoundsareeluted from the C. cartridge,
using methanol. Separation, identification, and measurement arc accomplished by high-
performance liquid chromatography/tandem mass spectrometry (HPLC/MS/MS) analysis
using multiple response monitoring (MRM).

“The concentrationofeach identified component is measured by comparing the MS
response ofthe quantitation ion produced by that compound to the MS responseof the
quantitation ion produced by the same compound in an extracted calibration standard
(external standard).

30 Demvimions
31 Analytical Sample—A portionofan extracted Laboratory sample prepared for analysis.
32 Calibration Standard—A solution prepared from the Working Standard (WS) and

extracted according to this method. The calibration standard solutions arc used to
calibrate the instrament response with respect 0 analyte concentration.

33 Duplicate Sample (DS)—A separate aliquotof a sample, taken in the analytical
Iaboratory and analyzed separately with identical procedures. Analysisof DSs compared
to thatofthe frst aliquot give a measureoftheprecision associated with laboratory
‘procedures, but not with sample collection, preservation, or storage procedures.

34 Field Blank Control Sample (FB)—Type I water placed in a sample container in the
laboratory and treated as a sample in all respects, including exposure to sampling site
conditions, storage, preservation and all analytical procedures. The purposeof the FE is fo
determineiftest substances or other interferences are present in the field environment.
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1.0 

1.1 

1.2 

2.0 

2.1 

3.0 

3.1 

3.2 

3.3 

3.4 

SCOPE AND APPLICA~’ION 

This method provides collection, extraction, and analytical procedures for the 
determination ofPerfluorooctane anlfonate (PFOS), Perfluorooctane Sulfonylamide 
(PFOSA), and Perfluorooctanoate (POAA) in groundwater, surface water, and drinking 
water samples. 

This method was prepared according to the EPA document, "Guidelines and Format for 
Methods to be Proposed at 40 CFR Part 136 or Part 141" (see Reference 18.1), and is 
based in part on the report "Method of Analysis for the Determination of Perfluorooetane 
sulfonate (PFOS), Perfluorooctane sulfonylamide (PFOSA), and Perfluorooctanoate 
(POAA) in Water" (see Reference 18.2). 

SUMMARY OF METHOD 

Water samples are collected from a site of interest and shipped cold to an analytical 
facility. PFOS, PFOSA, and POAA are extracted from 40mL water samples using 
solid phase exlraetion (SPE) cartridges. The compounds are eluted from the C~s cartridge, 
using methanol. Separation, identification, and measurement are accomplished by high- 
performance liquid chromatography/tandem mass spectrometry (HPLC/MS/MS) analysis 
using multiple response monitoring (MRM). 

The concentration of each identified component is measured by comparing the MS 
response of the quantitation ion produced by that compound to the MS response of the 
quantitation ion produced by the same compound in an extracted calibration standard 
(external standard). 

DEFINITIONS 

Analytical Sample---A portion of an extracted Laboratory sample prepared for analysis. 

Calibration Standard--A solution prepared from the Working Standard (WS) and 
extracted according to this method. The calibration standard solutions are used to 

calibrate the insh’mnent response with respect to analyte concentration. 

Duplicate Sample (DS)---A separate aliquot era sample, taken in the analytical 
laboratory and analyzed separately with identical procedures. Analysis of DSs compared 
to. that of the first aliquot give a measure of the precision associated with laboratory 
procedures, but not with sample collection, preservation, or storage procedures. 

Field Blank Control Sample 0rB)---Type I water placed in a sample container in the 
laboratory and treated as a sample in all respects, including exposure to sampling site 
conditions, storage, preservation and all analytical procedures. The purpose of the FB is to 
determine if test substances or other interferences are present in the field environment. 
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35 Field Duplicate (FD)—A sample collected in duplicate a the same time as the sample
and placed under identical circumstances and treated exactly the same throughout field
and laboratory procedures. AnalysisofFI) compared to thatofth first sample gives a
‘measureofthe precision associated with sample collection, preservation and storage, as
well as with laboratory procedures.

3.6 Field Matrix Spike (FMS)—A sample collected in duplicate to which known quantities
ofthe target analytes are added inthe field at the timeof sample collection. The FMS
should be spiked at approximately 50-150%of the expected analyte concentration in the
sample. The FMS is analyzed to scertainifany marix fects, interferences, or stability
issues may complicate the interpretationof the sample analysis.

3.7 Field Spike Control Sample (FSCS)—An aliquotoftype I watcr to which known
quantitiesof the target analytes are added in the field at the timeofsample collection (at
an appropriate concentration o be determined by the project lead). The FSCS is extracted
and analyzed exactly like a sample to determine whether a lossofanalyte could be
attcibuted to sample storage and/or shipmet.

38 Laboratory Control Sample (LCS)—An aliquotoftype I water fo which known
quaniitisofthe target analytes are added in th laboratory. Two levels are included, one
at the LOQ (approx. 25Pg/mL), the other at a concentrationofapprox. 100-250Pg/mL or
anotherconceniration to be determined by the project lead. The LCS is extracted and
analyzed exactly like a laboratory sample fo determine whether the methodology is in
control and whether the laboratory i capable ofmaking accurate measurementsa the
required method detection limit and higher.

39 Laboratory Sample—A portion ofa sample received from the field for testing.
3.10 LimitofDetection (LOD)—The lowest concentrationofan analyte that can be measured

and reported with 99% confidence tha the analyte concentration is greater than zero. The.
LOD canbedetermined in several ways, including signal-to-foise ratio and statistical
calculations.

311 Limitof Quantitation (LOQ)—The lowest concentration (LLOQ) or highest
concentration (ULOQ) that can be reliably achieved within the specified imits of
precision and sccuracy during routine operating conditions.
‘Note: Tae LLOQ i generally 5-10 times the LOD. For many analytes, the LLOQ analyte
concentration is selcteda the lowest noa-zero standard in the calibration curve. However, it
may benominally chosen win these ststed guidelines to simplify data reporting. Sample
LLOQs are matix-dependent.

3.12 Matrix Spike (MS)—An aliquot ofa sample, to which known quantities of target
analytes are added in the laboratory. The MS is extracted and analyzed oxacly like a
laboratory sample (0 determine whether the sample matrix contributes bias 1 the
analytical results. The background concentrationsofthe analytes in the sample matrix
mustbe determined in aseparate aliquot and the measured values in the MS corrected for
background concentrations.

MSWord97 ETS$1540 Page3of17
Deteminaton of PFOS, PFOSA, POAA in Wate by Liqid-Said Exrscion sndLOMSAMS

Made Avalableby for Inspection and Copying as Confidential Information: Subjectto 3MA0043094
Protecive Order In Paimerv. 3M. No. C2.04-8309

855.0011

Document may be used, if currenL for 14 da’~,s from 09/04/2002 

3.5 

3.6 

3.7 

3.8 

3.11 

3.12 

Field Duplicate (FD)--A sample collected in duplicate at the same time as the sample 
and placed under identical circumstances and treated exactly the same throughout field 
and laboratory procedures. Analysis of FD compared to that of the first sample gives a 
measure of the precision associated with sample collection, preservation and storage, as 
well as with laboratory procedures. 

Field Matrix Spike (FMS)---A sample collected in duplicate to which known quantities 
of the target analytes are added in the field at the time of sample collection. The FMS 
should be spiked at approximately 50-150% of the expected analyte concentration in the 
sample. The FMS is analyzed to ascertain if any matrix effects, interferences, or stability 
issues may complicate the interpretation of the sample analysis. 

Field Spike Control Sample (FSCS)~An aliquot of type I water to which known 
quantities of the target analytes are added in the field at the time of sample collection (at 
an appropriate concentration to be determined by the project lead). The FSCS is extracted 
and analyzed exactly like a sample to determine whether a loss of analyte could be 
attributed to sample storage and/or shipment. 

Laboratory Control Sample (LCS)--An aliquot of type I water to which known 
quantities of the target analytes are added in the laboratory. Two levels are included, one 
at the LOQ (approx. 25Pg/mL), the other at a concentration of approx. 100-250Pg/mL or 
another concentration to be determined by the project lead. The LCS is extracted and 
analyzed exactly like a laboratory sample to determine whether the methodology is in 
control, and whether the laboratory is capable of making accurate measurements at the 
required method detection limit and higher. 

Laboratory Sample--A portion of a sample received from the field for testing. 

Limit of Detection (LOD)--The lowest concentration of an analyte that can be measured 
and reported with 99% confidence that the analyte concentration is greater than zero. The 
LOD can be determined in several ways, including signal-to-fioise ratio and statistical 
calculations. 

Limit of Quantitation (LOQ)--The lowest concentration (LLOQ) or highest 
concentration (ULOQ) that can be reliably achieved within the specified limits of 
precision and accuracy during routine operating conditions. 

Note: The LLOQ is generally 5-10 times the LOD. For many analytes, the LLOQ analyte 
concentration is selected as the lowest non-zero standard in the calibration curve. However, it 
may be nominally chosen within these stated guidelines to simplify data reporting. Sample 
LLOQs are matrix-dependent. 

Matrix Spike (MS)---An aliquot of a sample, to which known quantities of target 

analytes are added in the laboratory. The MS is extracted and analyzed exactly like a 

laboratory sample to determine whether the sample matrix contributes bias to the 

analytical results. The background concentrations of the analytes in the sample matrix 

must be determined in a separate aliquot and the measured values in the MS corrected for 

background concentrations. 
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313 Method Blank—An aliquotoftype water that is treated exactly ikea boratory
sample including exposure to all glassware, equipment, solvents, reagents, intemal
standards, and surrogates thatareused with other laboratory samples. The method blank
is used to determine if test substancesor other interferences are present in the laboratory
environment, the reagents, of the apparatus.

314 Method Detection Limit (DL) Determination—Oneofseveral processes that may be
used 10 establish a LOD value. The statistically calculated minimum amountofan analyte
that can be measured with 99% confidence that the reported value is greater than zero.
“This term is usually associated with the EPA definition in 40 CFR Part 136 AppendixB.

3.15 Sample—A sample is a small portion collected from a larger quantityof material
intended to represent the original source material

3.16 Spiking Stock Standard (S55)—A solution prepared from stock standards used to
prepare the working standard.

317 Stock Standard (SS)—A concentrated solution of single analyte preparedi the.
Iaboratory with an assayed reference compound.

3.18 Working Standard (WS)—A solutionofseveral analytes prepared in the laboratory
from Ss and diluted as needed to prepare calibration standards and othe required
analyte solutions.

40 WARNINGS AND CAUTIONS
41 Health and Safety Warnings

4.11 The acute and chronic toxicityofthe standards for this method have not been
precisely determined; however, cach should be treated as potential health
hazard.

412 Unknown samples may contain high concentrationsofvolatile toxic compounds.
Sample containers should be opened in 4 hood and handled with gloves to
prevent exposure.

4.13 “The laboratory is responsible for maintaining a safe work environment and a
current awarenessoflocal regulations regarding the handling ofthe chemicals
used in this method. A reference filofmaterial safety data sheets (MSDS)
should be available to all personnel involved in these analyses.

50 INTERFERENCES
51 During extraction and analysis, major potential contaminant sources are reagents and

liquid-solid extraction devices.
52 All materials used in theanalyses shall be demonstrated to be fee from interferences

under conditionsofanalysis by running method blanks.
53 Teflon® containing material (e.g. caps, wash botles) contain fluorocompounds which

may cause interferences and should not be used during collection, storage, extraction, or
analysisofthe samples.
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3.13 

3.14 

3.15 

3.16 

3.17 

3.18 

Method Blank--An aliquot of type I water that is treated exactly like a laboratory 
sample including exposure to all glassware, equipment, solvents, reagents, internal 
standards, and surrogates that are used with other laboratory samples. The method blank 
is used to determine if test substances or other interferences are present in the laboratory 
environment, the reagents, or the apparatus. 

Method Detection Limit (MDL) Determination~One of several processes that may be 
used to establish a LOD value. The statistically calculated minimum amount of an analyte 
that can be measured with 99% confidence that the reported value is greater than zero. 
This term is usually associated with the EPA definition in 40 CFR Part 136 Appendix B. 

Sample--A sample is a small portion collected from a larger quantity of material 
intended to represent the original source material. 

Spiking Stock Standard (SSS)---A solution prepared fi:om stock standards used to 
prepare the working standard. 

Stock Standard (SS)~A concentrated solution of a single analyte prepared in the 
laboratory with an assayed reference compound. 

Working Standard (WS)---A solution of several analytes prepared in the laboratory 
fi’om SSs and diluted as needed to prepare calibration standards and other required 
analyte solutions. 

4.0 

4.1 

5.0 

5.1 

5.2 

5.3 

WARNINGS AND CAUTIONS 

Health 
4.1.1 

4.1.2 

4.1.3 

and Safety Warnings 
The acute and chronic toxicity of the standards for this method have not been 
precisely determined; however, each should be treated as a potential health 
hazard. 
Unknown samples may contain high concentrations of volatile toxic compounds. 
Sample containers should be opened in ffhood and handled with gloves to 
prevent exposure. 
The laboratory is responsible for maintaimng a sate work environment and a 
current awareness of local regulations regarding the handling of the chemicals 
used in this method. A reference file of material safety data sheets (MSDS) 
should be available to all personnel involved in these analyses. 

INTERFERENCES 

During extraction and analysis, major potential contaminant sources are reagents and 
liquid-solid extraction devices. 

All materials used in the analyses shall be demonstrated to be free from interferences 
under conditions of analysis by running method blanks. 

Teflon® containing materials (e.g. caps, wash bottles) contain fluor0compounds which 
may cause interferences and should not be used during collection, storage, extraction, or 
analysis of the samples. 
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60 EQUIPMENT, SUPPLIES, AND MATERIALS
Note: Brand names, suppliers, and prt mumbersar for lustrative purposes only. Equivalent
‘performance may be achieved using spparats and materials other than those specified here, but
demonstration ofequivalentperformance that meets the requirements ofthis method i the
responsibilityof the laboratory.

61 Sampling Equipment
6.1.1 Sample collection bottles—LDPE (c.g. Nalgene™) narrow-motth bottles with

screw cap.
Note:Do not use Teflon bottlesor Teflon lined caps.
612 Coolers for sample shipment.
6.13 lc for sample shipment.
6.1.4 Bottles must be lotcertfied o be free ofartifacts by running Method blanks

according to this method.
62 Laboratory Equipment (Extraction and Analytical)

62.1 Balance, analytical display at least 0.0001), Metler.
622 Vacuum pump, Bichi.
623 Visiprep vacuum manifold, Supelco.
62.4 Sep Pak Vac ee (15)C, cartridges (part # WAT 036795)Waters
625 SomL disposable polypropylene centifuge tubes, VWR.
62.6 15mL disposable polypropylene centrifuge tubes, VWR.
62.7 Disposablemicropipettes (50-1004L, 100-2004L), Drummond.
628 Class A pipettes and volumetric flasks, various
62.9 Hypercarb dropin guard column (4mm) (part # 844017400), Keystone.
62.10 Stand-alonedrop-inguard cartridgeholder, Keystone.
6211 125mL LDPE narrow-mouth bores, Nalgene.
62.12 HPLC pump (LC10AD), Shimadzu.
62.13 2mL clear HPLC vial it (cat # 5181-3400), Howlett Packard.
62.14 Standard lab equipment (graduated cylinders, Gsposable tubes, et.) various.
62.15 LC/MS/MS and HPLCsystems,a described in section 10.1.

63 Equipment Notes
. 63.1 In order to avoid contamination, the useofdisposable labware is highly

recommended (tubes, pipetes, €ic.).
63:2 Teflon or Teflon-lincd containers or equipment,including Teflon-lined HPLC

vials or caps for the HPLC auto sampler must not be used.
633 Type I water used during the sample and standard extraction should be filtered

through a Hypercarb guard column using a HPLC pump. This water is referred 0
as “filtered type [ water”, hereafter in this report.

634 tis necessary to check the solvents (methanol) fo the presence ofcontaminants
(especially POAA) by LC/MS/MS prior to usc. Certain lol numbers have been
found to be unsuitable for ue.

63.5 Use disposable micropipette or pipetes 0 aliquot standard solutions to make
calibration standards and matrix spikes
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6,0 

6.1 

6.2 

6.3 

EQUIPMENT~ SUPPLIES~ AND MATERIALS 

Note: Brand names, suppliers, ~d part numbers are f~r illustrative purposes only. Equivalent 
performance may be achieved using apparatus and materials other than those specified here, but 
demonstration of equivalent performance that meets the requirements of this method is the 
responsibility of the laboratory. 

Sampling Equipment 
6.1.1 Sample collection bottles---LDPE (e.g., NalgeneT~ narrow-mouth bottles with 

screw cap. 

Note: Do not use Teflon bottles or Teflon lined caps. 
6.1.2 Coolers for sample shipment. 
6.1.3 Ice for sample shipment. 
6.1.4 Bottles must be lot-certified to be free of artifacts by running Method blanks 

according to this method. 

Laboratory Equipment (Extraction and Analytical) 

6.2.1 
6.2.2 
6.2.3 
6.2.4 
6.2.5 
6.2.6 
6.2.7 
6.2.8 
6.2.9 
6.2.10 
6.2.11 
6.2.12 
6.2.13 
6.2.14 
6.2.15 

Balance, analytical (display at least 0.000lg), Mettler. 
Vacuum pump, Bfichi. 
Visiprep vacuum manifold, Supelco. 
Sep Pak Vae 6ce (lg) tCt~ cartridges (part # WAT 036795),Waters. 
50rrLL disposable polypropylene centrifuge tubes, VWR. 
15mL disposable polypropylene centrifuge tubes, VWR. 
Disposable micr0pipettes (50-100gL, 100-200gL), Drummond. 
Class A pipettes and volumetric flasks, various. 
Hypercarb drop-in guard column (4ram) (part # 844017-400), Keystone. 
Stand-alone drop-in guard cartridge holder, Keystone. 
125mL LDPE narrow-mouth bottles, Nalgene. 
HPLC pump (LC10AD), Shimadzu. 
2mL clearJ-llaLC vial kit (cat # 5181-3400), Hewlett Packard. 
Standard lab equipment (graduated cylinders, disposable tubes, etc.), various. 
LC/MSiMS and HPLC systems, as described in section 10.1. 

Equipment Notes 
6.3.1 In order to avoid contamination, the use of disposable labware is highly 

recommended (tubes, pipettes, etc.). 

6.3.2 Teflon or Teflon-lined containers or equipment, including Teflon-lined HPLC 

vials or caps for the HPLC auto sampler must not be used. 

6.3.3 Type I water used during the sample and standard extraction should be filtered 

through a Hypercarb guard column using a HPLC pump. This water is referred to 

as "filtered type I water", hereafter in this report. 

6.3.4 It is necessary to check the solvents (methanol) for the presence of contaminants 
(especially POAA) by LCfMS/MS prior to use. Certain lot numbers have been 

found to be unsuitable for use. 

6.3.5 Use disposable micropipettes or pipettes to aliquot standard solutions to make 
calibration standards and matrix spikes. 
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7.0 REAGENTSANDSTANDARDS _ _ a
‘Note: Supplier and catalog rumbersar for lusrative purposes only. Equivalentperformance
may be achieved using chemicals abained fomothersupplicrs. Do not use a Ieser grade of
chemical than those fisted.

71 Chemicals
7.11 Methanol (MeOH), HPLC grade, JT Baker, Catalog No. JT9093-2.
7.12 Ammonium Acetale, Reagent grade, Sigma-Aldrich, Catalog No. A-7330.
73 Water, type , prepared in-house.
7.14 Sodium Thiosulfae, Reagent grade, JT Baker.

72 Standards
721 Potassium perfluoroocanc sulfonate (sce Attachment A, Figure 1).
722 Perfluorooctane sulfonylamide (see Attachment A, Figure 2).
723 Ammonium perfluorooctanoate (see Attachment A, Figure 3).

73 Reagent Preparation
731 250mg/mL sodium thiosulfate solution (Extraction)—Dissolve 25gofsodium

thiosulfate in 100m reagent water.
732 40% methanol (Extraction)—Measure 400mLmethanoland adjust the volume.

101.0L with reagentwater.
733 100mM ammonium acetate solution (Analysis)—Weigh 7.71gofammonium

acetate and dissolve in 1.0L ofreagent water. Dilute the 100mM solution by a
factorof 50 to make the 2mM ammonium aceate solution used for mobile phase
A

Note: Alternative volumes may be prepared zs long as the ratio ofth solvent to solute ratios
arc maintained.

7.4 Spiking Stock Standard (SS) Preparation
_ 741  100ug/ml cach PFOS, PFOSA, and POAA SSSs—Weigh out 10mg of

‘analytical standard (correctedforpercent salt and purity—.¢,, 10 mg CF,SOK.
purity 90% = 8.35mg C,F,,S0,-) and dilue to 100mL, with methanol in a 100mL.
Volumetric flask. Transfer ta 125m LDPE bottle. Prepare a separate solution
for cach analyte. Store solutions in a refrigerator at 4°42°C for a maximum
period of6 months from the dateofprepacation.

742 ng/mL mixed SSS—Add 1.0m each ofthe 100ug/mL. SSSs (from 7.4.1) to
100mL volumetric ask and bring up to volume with methanol.

743 O.1pg/mL mixed SSS—Add 10.0mLofthe 10pg/mL-mixed solution (from
7.42) to a 100mL volumetric flask and bring up to volume with methanol.

744 0.0lpgmL mixed SSS—Add 10.0mLofthe 0.1ug/mL-mixed solution (from
7.43) 10 a 100m volumetric flask and bring up to volume with methanol.

7.45 Storage Conditions—Store all SSSs ina refrigerator in 125mL LDPE botiles at
442°C for a maximum period of3months from the dateofpreparation.
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7.0 

7.1 

7.2 

7.3 

7.4 

REAGENTS AND STANDARDS 

Note: Suppliers and catalog numbers are for illustrative purposes only. Equivalent performance 

may be achieved using chemicals obtained from other suppliers. Do not use a lesser grade of 

chemical than those listed. 

Chemicals 
7.1.1 Methanol (MeOH), ItPLC grade, JT Baker, Catalog No. JT9093-2. 

7.1.2 Ammonium Acetate, Reagent grade, Sigma-Aldrich, Catalog No. A-7330. 

7.1.3 Water, type I, prepared in-house. 

7.1.4 Sodium Thiosulfate, Reagent grade, JT Baker. 

Standards 

7.2.1 Potassium perfluorooctane sulfonate (see Attachment A, Figure 1). 

7.2.2 Perfluorooctane sulfonylamide (see Attachment A, Figure 2). 

7.2.3 Ammonium perfluorooctanoate (see Attachment A, Figure 3). 

Reagent Preparation 
7.3.1 250mg/mL sodium thiosulfate solution (Extraction)~Dissolve 25g of sodium 

thiosulfate in 100mL reagent water. 
7.3.2 40% methanol (Extraction)---Measure 400mL methanol and adjust the volume 

to 1.0L with reagent water. 
7.3.3 100raM ammonium acetate solution (Analysis)--Weigh 7.71g of ammonium 

acetate and dissolve in 1.0L of reagent water. Dilute the 100ram solution by a 
factor orS0 to make the 2ram ammonium acetate solution used for mobile phase 
A. 

Note: Alternative volumes may be prepared as long as the ratios of the solvent to solute ratios 
arc maintained. 

Spiking Stock Standard (SSS) Preparation 

7.4.1 100~tg/ml. each PFOS, PFOSA, and POAA SSSs--Weigh out 10rag of 
analytical standard (corrected for percent salt and purity--i.e., 10 mg CSFtTS03K 

purity 90% = 8.35mg C~FjTS03-) and dilute to 100mL with methanol in a 100mL 
volumetric flask. Transfer to a 125mL LDPE bottle. Prepare a separate solution 
for each analyte. Store solutions in a refrigerator at 4°:~2°C for a maximum 

period of 6 months from the date of preparation. 

7.4.2 l~tg/mL mixed SSS--Add 1.0mL each of the 100lag/mL SSSs (fi:om .7.4.1) to a 

100mL volumetric flask and bring up to volume with methanol. 

7.4.3 0.1ltg/mL mixed SSS--Add 10.0mL of the l.Ol~g!mL-mixexl solution (from 

7.4.2) to a 100mL volumetric flask and bring up to volume with methanol. 

7.4.4 0.01pg/ml, mixed SSS---Add 10.0mL of the 0.1 gg/mL-mixed solution (t~om 
7.4.3) to a 100mL volumetric flask and bring up to volume with methanol. 

7.4.5 Storage Conditions--Store all SSSs in a refrigerator in 125mL LDPE bottles at 

4°+2°C for a maximum period of 3 months fi’om the date of preparation. 
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75 Calibration Standards
751 100pg/mL each PFOS, PFOSA, and POAAstockstandard solutions —Weigh

out 10mg ofanalytical standard (corrected for percent sat and purity) and dilute
0 100mL with methanol in a 100mL volumetric flask. Transfer to a 125ml
LDPE bottle. Prepare a separate solution for cach analyte. Store solutions in a
refrigeratorat4°42°C for a maximum period of6 months from the date of
preparation.

752 pg/mL Working Standard—Add 1.0mL eachofthe 100pg/mL SS solutions.
(from 7.5.1) o a L00mL volumetic flak and bring upto volumewith methanol,

7.53 O.pg/mLWorking Standard —Add 10.0mLofthe 1. Opg/mL mixed solution
(fiom 7.5.2) toa 100mL volumetric flask and bring up 0 volume with methanol.

754 0.0lug/mL Working Standard —Add 10.0mLofthe 0.1ug/mL mixed solution
(from 7.8.3) 0a 100m volumetric flask and bring up to volume with methanol.

755 Storage Conditions—Store all WSs in a refrigerator (in 125mL LDPE bottles)
at 4%42°C for a maximum period of3 months from the dateofpreparation.

756 Calibration Standard—Prepare a minimum of five calibration solutions in
filtered type [ water ccordingto the following table:

Concentration Volume of Final Calbration Standard Final Concentration of
ofWS, pg/ml, WS, kL. Volume,mL. CalibrationStandard,Py/mL

Tow 0 «©
0010 100 “0 2
0010 200 “0 50
0010 00 “0 100
010 100 w 250
010 200 “0 500
010 300 40 7501
010 00 “0 10002

TTVibe ee Germ be2 Nyepepeio cated BernebeyondSOP.

Note: The absolute volumesofthe standards may be variedby the analyst a long as the correct
propartions ofsolu to solvent are maintained.
757 The standards are processed through the extraction procedure (Section 9.0),

identical tothe laboratory samples. The extracted concentrationofthe calibration
standard is equal to 8X the initial concentration, due to the concentrationofthe
standard during the extraction process.

758 Storage Conditions—Store all extracted calibration sandards in 15mL.
polypropylene tubes at 4°42°C, or & maximum periodoftwo weeks from the.
dateofpreparation.
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7.5 

1 
2 

Calibration Standards 
7.5.1 100pg/mL each PFOS, PFOSA, and POAA stock standard solutions--Weigh 

out 10mg of analytical standard (corrected for percent salt and purity) and dilute 
to 100mL with methanol in a 100mL volumetric flask. Transfer to a 125mL 
LDPE bottle. Prepare a separate solution for each analyte. Store solutions in a 
refi-igerator at 4°+2°C for a maximum period of 6 months from the date of 
preparation. 

7.5.2 l~tg/mL Working Standard Add 1.0mL each of the 100ttg/mL SS solutions 
(from 7.5.1) to a 100mL volttmetric flask and bring up to volume with methanol. 

7.5.3 0.11~g/mL Working Stanaard --Add 10.0mL of the 1.0~tg/mL mixed solution 
(from 7.5.2) to a 100mL volumetric flask and bring up to volume with methanol. 

7.5.4 0.01~tg/mL Working Standard --Add 10.0mL of the 0.1~tg/mL mixed solution 
(from 7.5.3) to a 100mL volumetric flask and bring up to volume with methanol. 

7.5.5 Storage Conditions--Store all WSs in a refrigerator (in 125mL LDPE bottles) 
at 4°+2°C for a maximum period of 3 months from the date of preparation. 

7.5.6 Calibration Standard--Prepare a minimum of five calibration solutions in 
filtered type I water according to the following table: 

Concentration Volume of Final Cafibration Standard Final Concentration of 

of WS, ttg/ml, WS, pL Volume, mL Calibration Standard, Pg/mL 

0.0 0 40 0 

0.010 100 40 25 

0.010 200 40 50 

0.010 400 40 100 

0.10 100 40 250 

0.10 200 40 500 

0.10 300 40 750l 

0.10 400 40 10oo2 

May be prepared to extend the range beyond 500Pg!rnL. 
May be prepared to extend the range beyond 750Pg/mL. 

Note: The absolute volumes of the standards may be varied by the analyst as long as the correct 
proportions of solute to solvent are maintained. 
7.5.7 The standards are processed through the extraction procedure (Section 9.0), 

identical to the laboratory samples. The extracted concentration of the calibration 
standard is equal to 8X the initial concentration, due to the concentration of the 
standard during the extraction process. 

7.5.8 Storage Conditions--Store all extracted calibration standards in 15mL 
polypropylene tubes at 4°+2°C, for a maximum period of two weeks from the 
date of preparation. 
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8.0 SAMPLE COLLECTION, PRESERVATION AND STORAGE
Note: Sampling equipment, including somatic samplers, must be freof Teflon wbing,
gaskets, and othr parts that may leach itefering analy nto the water sample. Automatic
samplers that composite samples over time should use refrigerated polypropylene sample
containersifpossibe. Sample bie should not be rinsed beforesamp collection.

8.1 Tap Water—Open the tap and allow the system to flush until the water temperature:
(15°+10°C) has stabilized (usually about two minutes). Adjust th flow to about
‘500mL/min and collect samples from the flowing stream.

82 Ground Water—Purge the well ofsanding water using a pump or a beiler. Collect the:
sample directly from the pumporfrom the bail.

83 Surface Water—When sampling from an open bodyofwater, fll the sample container
with water fiom a representative area.

84 Sample Dechlorination—All samples should be iced or refrigerated at 4°42°C and kept
inthe dark from the timeofcollection until extraction. Residual chlorine shouldbe:
reduced by adding 2004L ofa 250mg/m sodium thiosulfate solution to cach water
sample, FB, and FSCS (which may be placed in each bottle before leaving for the
sampling site.).

85 Holding Time (HT)— Resultofthe time/storage studyofall target analytes showed
that the three compounds ae sable for 14 days in water samples when the samples are
dechlorinated and stored as described in section 8.4 (see also reference 18.3). Therefore,
laboratory samples must be cxtracted within 14 days and the extracis analyzed within 30
daysofsample collection. Ifthe HT exceeds 14 days, great care is used when evaluating
field spikes 10 avoid mistepreseatationofthe sample concentration.

86 Field Blanks
8.6.1 Process a Ficld Blank Control Sample (FB) along with cach sample st (samples

collected from the same general sample site at approximately the same time). At
the laboratory, prio to sample collection, fill a sample containec with filtered
type I water, sca, and ship thc FI3 to the Sampling sic along wilh the empty
sample containers. Return the FB to the laboratorywith the filledsamplebottis.

862 When sodium thiosulfate iaddedo samples, use the same procedureto preserve
the FB.

87 Field Duplicates
87.1 Collect a Feld Duplicate (FD) or every ten (10) samples collected or pe each

sampling setif less than 10 samples are collected.
872 Separate FDs must be collected for cach typeof water sample (ground, tap, tc.)

collected.
823 Collect the FD immediatly afer the sample.
874 Preserve, store and ship FD using the same procedures as used for the samples.

MS Word97 ETS81540 Pages oft?
DetermisationofFEOS, PFOA, FOAA in Waterby LiquidSod Extraction sod LCMSMS

Made Avalableby for Inspection and Copying as Confidential Information: Subjectto 3MA0043099
Protecive Order In Paimerv. 3M. No. C2.04-8309

1855.0016

Document ~av be used; if current; ~’or t4 days f\-on~ 09/0412002 

8.0 

8.1 

8.2 

8.3 

8.4 

8.5 

8.6 

8.7 

SAMPLE COLLECTION~ PRESERVATION AND STORAGE 

Note: Sampling equipment, including automatic samplers, must be free of Teflon tubing, 
gaskets, and other parts that may lcaeh interfering analytcs into the water sample. Automatic 
samplers that composite samples over time should use refrigerated polypropylene sample 
containers if possible. Sample bottles should not be rinsed before sample collection. 

Tap Water--Open the tap and allow the system to flush until the water temperature 
(15°~-10°C) has stabilized (usually about two minutes). Adjust the flow to about 
500mL/min and collect samples from the flowing stream. 

Ground Water--Purge the well of standing water using a pump or a bailer. Collect the 
sample directly from the pump or from the bailer. 

Surface Water--When sampling from an open body of water, fill the sample container 
with water from a representative area. 

Sample Deehlorination--All samples should be iced or refrigerated at 4°+2°C and kept 
in the dark from the time of collection until extraction. Residual chlorine should be 
reduced by adding 200}xL of a 250mg/mL sodium thiosulfate solution to each water 
sample, FB, and FSCS (which may be placed in each bottle before leaving for the 
sampling site.). 

Holding Time (liT)--Results of the time/storage study of all target analytes showed 

that the three compounds are stable for 14 days in water samples when the samples are 

dechlorinated and stored as described in section 8.4 (see also reference 18.3). Therefore, 
laboratory samples must be extracted within 14 days and the extracts analyzed within 30 

days of sample collection. If the HT exceeds 14 days, great care is used when evaluating 

field spikes to avoid misrepresentation of the sample concentration. 

Field Blanks 
8.6.1 Process a Field Blank Control Sample (FB) along with each sample set (samples 

collected from the same general sample site at approximately the same time). At 
the laboratory, prior to sample collection, fill a sample container with filtered 
type I water, seal, and ship the FI~ to the sampling site along with the empty 
sample containers. Return the FB to the laboratory with the filled sample bottles. 

8.6.2 When sodium thiosulfate is added to samples, use the same procedure to preserve 
the FB. 

Field Duplicates 
8.7.1 Collect a Field Duplicate (FD) for ¢wery ten (10) samples collected or per each 

sampling set, if less than 10 samples are collected. 
8.7.2 Separate FDs must be collected for each type of water sample (ground, tap, etc.) 

collected. 
8.7.3 Collect the FD immediately after the sample. 
8.7.4 Preserve, store and ship FD using the same procedures as used for the samples. 

MS Word 97 ETS-8-154.0 Page 8 of 17 

Determination of £FOS, PFOSA, POAA in Water by Liquid-Solid Extraction and LC/MS/MS 

Made Available by 3M for Inspection and Copying as Confidential Information: Subject to 
Protective Order In Palmer v. 3M, No. C2-04-6309 

1855.0016 

3MA00048099 



Document may be used. if current. for 14 days from 09/04/2002

88 Field Spike Control Sample (FSCS)
88.1 A Field Spike Control Sample (FSCS) mustbe prepared for each sample

shipment. If multiple coolers are used to ship a setofsamples, each cooler must
contain a FSCS.

882 Atthe laboratory, fll a sample container with 100mLoftype I water. Seal and
ship to the sampling site along with the empty sample containers and FB.

883 When sodium thiosulfate is added to samples, use the same procedure to add the
‘same amounts to the FSCS.

884 Seal and gently invert the FSCS to mix. Store and ship the FSCS using the same
procedures as uscdforthe samples.
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8.8 Field Spike Control Sample (FSCS) 
8.8.1 A Field Spike Control Sample (FSCS) must be prepared for each sample 

shipment. If multiple coolers are used to ship a set of samples, each cooler must 
contain a FSCS. 

8.8.2 At the laboratory, fill a sample container with 100mL of type I water. Seal and 
ship to the sampling site along with the empty sample containers and FBs. 

8.8.3 When sodium thiosulfate is added to samples, use the same procedure to add the 
same amounts to the FSCS. 

8.8.4 Seal and gently invert the FSCS to mix. Store and ship the FSCS using the same 
procedures as used for the samples. 
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90 EXTRACTONPROCEDWRE
91 Extraction Scheme
9.0.1 Allow samples to equilibrate to room temperature. Thoroughly mix samples by

gently inverting thesamplebolle.
9.12 Measure 40mLofsample into S0mL polypropylene centrifuge tubes (Spike the

QC and Matrix spikesa required, replace ld and mix well,
Note: * Samples may need fo be prescreened to determine an eppropristc matrix sike level
(ypically 0-150%ofsample concentration).
9.13 Condition the C,, SPE cartridges (1, GmL) by passing 10mL methanol followed

bySinLfiltered typeI water (~2drop/sec).Do ot let column run dy.
Note: For the following steps, maintain a ~1dropsec flow rat. Do not allow the column to run
dry at any time.
9.1.4 Load the analyticalsampleontotheC,, SPE cartridge. Discard cluate.
9.15 Wash with ~SmL 40% methanol in water. Discard cluate.
916 Elute with ~SmL 100% methanol. Collect SmLofeluate into graduated 15mL

polypropylene centrifuge tubes. This i the target elution faction (inalvolume=
Sm).

9.1.7 Analyze a portionofthe target elution fraction eluent using negative electrospray
HPLCIMS/MS (Section 10.2).

Note: Samples are concentrated bya factorof cight during the extraction Initial Vol = 40mL >
Final Vol. = Sm.
9.18 Samples are stable at room temperature for at least 24 hours. Analytical samples

may be sored inarefrigeratorat 4°:2°C until analysis.
9.19 Standardizationof C,, SPE columns —If poor recoveries are observed,itmay

be necessary o standaidize the Cyy SPE columns in the followingmannerbefore
analyzing samples.

9.1.9.1 Usea standard with an analyte concentration between 1000 and 4000
Pg/mL. Follow the extraction schemeasoutlinedfrom eps9.1.1 9.1.6, -
except, collectth eluate fraction separately (approx. SL),as wellas the
target elution fraction.

9.1.92 After step 9.1.6, collecta post-<lution fraction by, eluting with an
additional Sm of 100% methanol.

9.1.9.3 Analyze all thice fractions by HPLC/MS/MS. Ifthe target fraction
contains a minimumof 85% ofthe respective analytes, it may be
considered acceptable.

9.194 Ifthe wash contains significant standard (>15%), either the wash volume
or percentageofMOHshouldbe decreased.

9.19.5 Ifthe post-clution fraction contains significant standard (15%), the target
elution volume should be increased.
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9.0 EXTRACTION PROCEDURE 

9.1 Extraction Scheme 
9.1.1 Allow samples to equilibrate to room temperature. Thoroughly mix samples by 

gently inverting the sample bottle. 
9.1.2 Measure 40mL of sample into 50mL polypropylene centrifuge tubes (Spike the 

QC and Matrix spikes as required*, replace lid and mix well). 

Note: * Samples may need to be presereened to determine an appropriate matrix spike level 
(typically 50-150% of sample concentration). 
9.1.3 Condition the Clg SPE cartridges (lg, 6mL) by passing 10mL methanol followed 

by 5mL filtered type I water (~2drop/sec). Do not let column run dry. 

Note: For the following steps, maintain a ~idrop/sec flow rate. Do not allow the column to run 
dry at any time. 

9.1.4 Load the analytical sample onto the C18 SPE cartridge. Discard eluate. 
9.1.5 Wash with N5mL 40% methanol in water. Discard eluate. 
9.1.6 Elute with ~5mL 1013% methanol. Collect 5mL ofeluate into graduated 15mL 

polypropylene centrifuge tubes. This is the target elution fraction (final volume = 
SmL). 

9.1.7 Analyze a portion of the target elution fraction eluent using negative electrospray 
HPLC/MS/MS (Section 10.2). 

Note: Samples are concentrated by a factor of eight during the extraction; Initial Vol = 40mL --) 
Final Vol. = 5mL. 
9.1.8 Samples are stable at room temperature for at least 24 hours. Analytical samples 

may be stored in a refrigerator at 4°~-2°C until analysis. 
9.1.9 Standardization of C~ SPE colunms--Ifpoor recoveries are observed, it may 

be necessary to standardize the C,g SPE colunms in the following manner before 
analyzing samples. 

9.1.9.1    Use a standard with an analyte concentration between 1000 and 4000 
Pg/mL. Follow the extraction scheme as outlined from steps 9.1.1 to 9.1.6, 
except, collect the eluate fraction separately (approx.. 5mL), as well as the 
target elution fraction. 

9.1.9.2 After step 9.1.6, collect a post-elution fraction by, eluting with an 
additional 5mL of 100% methanol. 

9.1.9.3 Analyze all three fractions by I-IPLC/MSi1VIS. If the target fraction 
contains a minimum of 85% of the respective analytes, it may be 
considered acceptable. 

9.1.9.4 If the wash contains significant standard (>15%), either the wash volume 
or percentage of MeOH should be decreased. 

9.1.9.5 If the post-elution fraction contains significant standard (>15%), the target 
elution volume should be increased. 
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10.0 CALIBRATIONANDSTANDARDIZATION (ANALYTICAL SETUP)
"Note:Othe instruments may be used and the equipment and conditions ray be-very ferent as
Tong a themethodcriteria aremet.Theoperatormustoptimizeand documen theequipment
and stings sed

10.1 Establish the LC/MS/MS system and operating conditions equivalent fo the following:
Mass Spec: Micromass Quattro Ultima (Micromass)
Interface: Electrospray (Micromass)
Mode: Electrospray Negative, Multiple Response Monitoring (MRM)
Harvard infusion pump (Harvard Instruments), for tuning
Computer: COMPAQ Professional Workstation AP200
Software: Windows NT, MassLymx 3.3
HPLC: Hewlett Packard (HP) Series 1100
HP Quat Pump
HP Vacuum Degasser
HP Autosampler
HP Column Oven

Notes A4 10mm Hypercarhdeopinguardcartridge (Keystone, pat 54017400)is attached.
on-line afer the purge valve and before the sample injctor ort trap any residue contaminants
thatmay be in the mobile psc andlor HPLC system.

HPLC Column: Genesis C, (Jones Chromatography), 2.1mm x S0mm, 4m
Column Temperature: 35°C
Injection Volume: 15uL
Mobile Phase (A): 2mM Ammonium Acetate in filtered type I water (See 7.3.1)
Mobile Phase (B): Methanol

HPLC Gradient Program:
Time, FPercentMobile PercentMobile Flow Rate, _
min PhascA Phase B mL/min
00 «© r) 03
04 0 “0 03
10 10 % 03
70 10 % 03
75 0 100 03
90 0 100 04
95 6 “ 04
13s 6 “0 04
140 © “0 03

Note: Other HPLC gradientsmaybe usd as long as the method criteria are met.
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10.0 

10.1 

CALIBRATION AND STANDARDIZATION (ANALYTICAL SETUP) 

Note: Other instruments may be used and the equipment and conditions may be very different as 

long as the method criteria are met. The operator must optimize and document the equipment 

and settings used. 

Establish the LC/MS/MS system and operating conditions equivalent to the following: 
Mass Spec: Mieromass Quattro Ultima (Micromass) 
Interface: Eleetrospray 0Vlicromass) 
Mode: Electrospray Negative, Multiple Response Monitoring (MRM) 
Harvard infusion pump (Harvard Instruments), for tuning 
Computer: COMPAQ Professional Workstation AP200 
Software: Windows NT, MassLynx 3.3 
I-IPLC: Hewlett Packard (HP) Series 1100 
lip Quat Pump 
ItP Vacuum Degasser 
lip Autosampler 
HP Column Oven 

Note: A 4 x 10mm Hypercarb drop-in guard cartridge (Keystone, part # 844017-400) is attached 

on-line after the purge valve and before the sample injector port to trap any residue contaminants 
that may be in the mobile phase and/or HPLC system. 

HPLC Column: Genesis C8 (Jones Chromatography), 2.1mm x 50ram, 4gm 
Colunm Temperature: 35°C 
Injection Volume: 15btL 
Mobile Phase (A): 2mM Ammonium Acetate in filtered lype I water (See 7.3.1) 
Mobile Phase 03): Methanol 

HPLC Gradient Program: 

Time, Percent Mobile Percent Mobile Flow Rate, 
rain Phase A Phase B mL/min 

0.0 60 40 0.3 

0.4 60 40 0.3 

1.0 10 90 0.3 

7.0 10 90 0.3 

7.5 0 100 O.3 

9.0 0 100 0.4 ’ 

9.5 60 40 0.4 

13.5 60 40 0.4 

14.0 60 40 0.3 

Note: Other HPLC gradients may be used as long as the method criteria are met. 
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It maybenecessaryto adjust the HPLC gradientinorder 0 opfimize instrument performance.
Columns with different dimensions (8.2mm x 30mm) and colomns from different
‘manufacturers(Keystone Betasil Cy etc) maybeused.

Tons Monitored:
ol rary Ton Product lon APProsimateAnalyte |Primarylon Productlon  APProximate

POAA| 4130 1690 50
Pros| 490 99.0 52
PrOSA| 4980 750 58

Other product ions may be chosenatthe discretion ofthe analyst, although m/z 99 is suggested
for PROS. Use ofthe suggested primary ion is recommended. Retention imes may vary slighty,
ona day-to-day basis, depending onthebatch of mobil phase cc. Df inreention times is
acceptable withinan analyticalrun,as longasthedrift continues through the entire analysis and
the standards are interspersed throughout the analytical un.
102 Tune File Parameters

10.21 The folowing valuesareprovidedasanexample. Actual values may vary from
instrument o instrument. Also, these values maybe changed from time to timein
onder to optimize for greatest sensitivity.

Collision
Aualyte| Dwellsec Energy, ev Cone,V
POAA| 0204 1025 2030
pros | 02-04 30-60 56-80
rosa| 02404 2050 3060

Source Set
Capillary 256.3.5kV
Hexapole 1 osv
Aperture 1 av
Hexapole2 sv

Source Block Temp. 100-150°C
Desolvation Temp. 250-400°C
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It may be necessary to adjust the HPLC gradient in order to optimize instnmaent performance. 
Columns with different dimensions (e.g. 2. lrnm x 30mm) and columns from different 
manufacturers (Keystone Betasil C~8 etc.) may be used. 

Ions Monitored: 

Analyte Primary Ion Product Ion 

POAA 

PFOS 

PFOSA 

413.0 169.0 

499.0 99.0 

498.0 78.0 

Approximate 
Retention Time 

5.0 

5.2 

5.8 

Other product ions may be chosen at the discretion of the analyst, although m/z 99 is suggested 
for PFOS. Use of the suggested primary ion is recommended. Retention times may vary slightly, 
on a day-to-day basis, depending on the batch of mobile phase etc. Drift in retention times is 
acceptable within an analytical run, as long as the drift continues through the entire analysis and 
the standards are interspersed throughout the analytical run. 

10.2 Tune File Parameters 
10.2.1 The following values are provided as an example. Actual values may vary from 

instrument to instrument. Also, these values may be changed from time to time in 
order to optimize for greatest sensitivity. 

Analyte 

POAA 

PFOS 

PFOSA 

Collision 
Dwell, sec Energy, eV Cone, V 

0.2--0.4 10-25 20-30 

0.2--0.4 30-60 50-80 

0.2-43.4 20-50 30--60 

Source Set 

Capillary 2.56-3.5kV 

Hexapole 1 0.5V 

Aperture 1 0.2V 

Hexapole 2 0.SV 

Source Block Temp. 100-150°C 

Desolvation Temp. 250-400°C 

MS Word 97 ETS-8-154.0 Page 12 of 17 

Determination ofPFOS, PFOSA, POAA in Water by Liquid-Solid Extraction and LC/MS/MS 

Made Available by 3M for Inspection and Copying as Confidential Information: Subject to 
Protective Order In Palmer v. 3M, No. C2-04-6309 

1855.0020 

3MA00048103 



Document may be used, if current. for 14 days from 09/04/2002

Analyzer Set
LMRes1 120-1507
HMRes 1 120-1507
Energy 1 ov
Entrance av

Exit w
LMRes2 ov
HMRes2 ov
Energy 2 Lov
Multiplier 6s0v.

Gas Flows Set
Cone Gas 150m

Desolvation 700m

Pressures Set
Gas Cell 3.00 3mbar

110 ANALYTICAL QUALITY CONTROL
111 Analytical results ofthe FB, FMS, FD, and FSCS should be evaluateda the conclusion

ofthe study to help interpret the daa quality ofsamples data. Analytical results for these
controlduplicate samples must be reported with the sample data.
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11.0 

11.1 

Analyzer Set 

LM Res 1 12.0-15.0V 

HM Res 1 12.0-15.0V 

IEnergy 1 0.7V 

Entrance -2V 

Exit 1V 

LM Res 2 11.0V 

HM Res 2 11.0V 

IEnergy 2 ! .0V 

Multiplier 650V 

Gas Flows Set 

Cone Gas 150Lihr 

Desolvation 700L/hr 

Pressures Set 

Gas Cell 3.0e-3mbar 

ANALYTtCA~ QuAL~T~ CONTROL 

Analytical results of the FB, FMS, FD, and FSCS should be evaluated at the conclusion 
of the study to help interpret the data quality of samples data. Analytical results for these 
control/duplicate samples must be reported with the sample data. 
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12.0 ANALYTICAL PROCEDURE
12.1 Sample Analysis

1201 Setupanalysis sample queue.
12.12. Injectthesame aliquot (between S-25uL)ofeach standard, analytical sample,

recovery, contro ct. into the LOMS/MS system.
12.03 All samplesshowingaresponseforoneormore analytes abovetheresponse of

the highest, active calibration curve level mustbedilutedandreanalyzed.
122 Calibration Curve

12.2.1 Starting with the standard oflowest concentration,inctthe same size aliquot
(between 10-2541)ofcach extracted calibration standard according to Section
12.1 and tabulate the response (peak heighto are) versus the concentrationin
the standard. Use linearstandardcurves for quantitation generated for each
analyte by linear regression with 1/x weightingofpeakarea versus calibration
standard conceniration. Thecorrelation coefficient (1)for the calibration curves
must be 20.990 (20.980). If calibration result fll outside these limits, then
appropriate steps must be taken to adjust instrument operation and the standards
reanalyzed.

12.22 Curve—The measured value foreach curvepointmustbe within+30% of
theoreticalvalues when curve is evaluatedoverarange appropriate {0 the data.
High or low pointsmaybedeactivatedto achieve these rier,butanacceplable
curve must contain at least five active curve poins.

1223 Continuing Curve Verification (CCY)—Mid- and low-level calibration checks
shouldbe analyzed every 5-10 injections. The analyte level measured in the
CCV should be within30% oftheoretical values, IfCCVs fll outsideofthis
range,datacollected subsequent othe last passing CCV should notbeused.
Only data collected between acceptable CCVs or the initalcurvecan be used

13.0 DATA ANALYSIS AND CALCULATIONS
13.1 Caleulato the analytical ample (extract) concentration from the standard curve using the

folowing equation:
ExtractConcentration,pgm,= Pekarea~intercept)

lope)
132 Calculatethepercent recoveryofthe FSCS using the following equation:

£508 9% rc, o (FSCS cone, Pym)FSCStres, =Ce 100

133 Calculatethepercent recoveryofthe MSs using the following equation:
(Scone,Pg/mLSampleCone.Pg/mL)MS5rec, =(Scone.Py/mL.—SampleCone,Pm)(Concadded,Py/mL)
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12.0 

12.1 

12.2 

13.0 

13.1 

ANALYTICAL PROCEDURE 

Sample Analysis 
12.1.1 Set up analysis sample queue. 
12.1.2 Inject the same aliquot (between 5-25gL) of each standard, analytical sample, 

recovery, control etc. into the LC/MS/MS system. 
12.1.3 All samples showing a response for one or more analytes above the response of 

the highest, active calibration curve level must be diluted and reanalyzed. 

Calibration Carve 
12.2.1 Starting with the standard of lowest coneentration, inject the same size aliquot 

(between 10-25~tL) of each extracted calibration standard according to Section 
12.1 and tabulate the response (peak height or area) versus the concentration in 
the standard. Use linear standard curves for quantitation generated for each 
analyte by linear regression with 1/x weighting of peak area versus calibration 

standard concentration. The correlation coefficient (r) for the calibration curves 
must be >0.990 (r~_>0.980). If calibration results fall outside these limits, then 
appropriate steps must be taken to adjust instrument operation and the standards 

, reanalyzed. 
12.2.2 Curve--The measured value for each curve point must be within + 30% of 

theoretical values when curve is evaluated over a range appropriate to the data. 
High or low points may be deactivated to achieve these criteria, but an acceptable 
curve must contain at least five active curve points. 

12.2.3 Continuing Curve Verification (CCV)--Mid- and low-level calibration checks 
should be analyzed every 5-10 injections. The analyte level measured in the 
CCVs should be within + 30% of theoretical values. If CCVs fall outside of this 
range, data collected subsequent to the last passing CCV should not be used. 
Only data collected between acceptable CCVs or the initial curve can be used. 

DATA ANALYSIS AND CALCULATIONS 

Calculate the analytical sample (extract) concentration from the standard curve using the 

following equation: 

(Peak area - intereep0 
Extract Concentration, pg/mL = 

(slope) 

13.2 Calculate the percent recovery of the FSCS using the following equation: 

13.3 

FSCS % rec. = (FSCS conc., Pg/mL ) x 100 
(Conc. added, Pg/mL) 

Calculate the percent recovery of the MSs using the following equation: 

MS % rec. - (MS cone., Pg/mL- S ample Cone., Pg/mL) x 100 
(Cone. added, Pg/mL) 
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14.0 METHOD PERFORMANCE PARAMETERS
"Note: Anymethodperformance parameters hot are not achicved must be considered in the
evaluationof the data. Nonconformance to any specified parameters must be described and
discussedinany reportingofthe da.

14.1 Linearity—Lincar standard curves for quantitation generated for cach analyte by linear
regression with 1x weightingofpak area versus calibration standard concentration. The
correlation coefficient (¢) fo the calibration curves must be 20.990 (20.980).

142 Calibration CarveStandards—The measured value for cach curve point must be within
30%of theoretical values when curve is evaluated overa range appropriate to the data.
High or low points may be deactivated 0 achieve thes criteria, but an acceptable curve
‘must contain at least five active curve points.

143 CCV Performance—Mid and low level calibration checks to be analyzed every 5-10
injections. The analyte level measured in the CCV should be within + 30% oftheoretical
values. If CCV fall outsideoftis range, data collected subsequent to the last passing
CCV should not be used. Only data collected between acceptable CCV can be used.

144 Limitof Detection (LOD)—The lowest calibration standard with a peak arcaa least 2X
the peak areaofthe extraction blank that can be measured at a concentration greater than
zero.

145 Limits of Quantitation (LOQ)—The lower LOQ (LLOQ)is the lowest non-zero active.
standard in the calibration curve; the peak areaofthe LLOQ must be at least 2Xth of
the extraction blank. By definition, the measured valueofthe LLOQ mustbe within 30%
ofthe theoretical value.

14.6 Matrix Spikes—Matrix spike percent recoveries must be within 30%of the spiked
concentration.

147 Solvent Blanks, Method Blanks, and Matrix Blanks—Valucs must be below the ~~
Iowest non-zeroactivestandard in the calibration curve. Matrix blanks are considered
compliantifno test substance s detected above the LOD for that analyte.

148 Reproducibility—Reproducibilityofthemethod is defined by the resultsof the matrix
spikes and matix spike duplicates. The MS/MSD should be reproducible o within 20%.

149 UseofConfirmatory Methods—None
14.10 DemonstrationofSpecificity—Specificity is demonstrated by chromatographic:

retention time (within 3% ofstandard) andthe mass spectral response ofunique product
ions generated from a characteristic primary ion.

14.11 Documentation
14.111 Ifcriteria listedinthis method performance section are not met, maintenance

may be performed on th system and samples reanalyzed,or otheractions taken
as determined by the analyst. Document all actions in the appropriate logbook.

14.1.2If data are to be reported when performance criteria have not been met, the data
must be footnoted on tables and discussed in the textofthe report.
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14.0 METHOD PERFORMANCE PARAMETERS 

14.1 

14.2 

14.3 

14.4 

14.5 

14.6 

14.7 

14.8 

14.9 

14.10 

14.11 

Note: Any method performance parameters that are not achieved must be considered in the 
evaluation of the data. Nonconformance to any specified parameters must be described and 
discussed in any reporting of the data. 

Linearity--Linear standard curves for quantitation generated for each analyte by linear 
regression with 1/x weighting of peak area versus calibration standard concentration. The 
correlation coefficient (r) for the calibration curves must be >0.990 (r~>0.980). 

Calibration Curve Standards--The measured value for each curve point must be within 
+ 30% of theoretical values when curve is evaluated over a range appropriate to the data. 
High or low points may be deactivated to achieve these criteria, but an acceptable curve 
must contain, at least five active curve points. 

CCV Performance Mid and low level calibration checks to be analyzed every 5-10 
injections. The analyte level measured in the CCVs should be within q- 30% of theoretical 
values. If CCVs fall outside of this range, data collected subsequent to the last passing 
CCV should not be used. Only data collected between acceptable CCVs can be used. 

Limit of Detection (LOD)~Thc lowest calibration standard with a peak area at least 2X 
the peak area of the extraction blank that can be measured at a concentration greater than 
zero. 

Limits of Quantitation (LOQ)~The lower LOQ (LLOQ) is the lowest non-zero active 
standard in the calibration curve; the peak area of the LLOQ must be at least 2X that of 

the extraction blank. By definition, the moasured value of the LLOQ must be within 30% 

of the theoretical value. 

Matrix Spikes--Matrix spike percent recoveries must be within + 30% of the spiked 

concentration. 

Solvent Blanks, Method Blanks, and Matrix Blanks--Values must be below the 
lowest non-zero active standard in the calibration curve. Matrix blanks are considered 
compliant if no test substance is detected above the LOD for that analyte. 

Reproducibility--Reproducibility of the method is defined by the results of the matrix 
spikes and matrix spike duplicates. The MS/MSD should be reproducible to within 20%. 

Use of Confirmatory Methods--None 

Demonstration of Specificity--Specificity is demonstrated by chromatographic 
retention time (within 3% of standard) and the mass spectral response of unique product 
ions generated from a characteristic primary ion. 

Documentation 
14.11.1 If criteria listed in this method performance section are not met, maintenance 

may be performed on the system and samples reanalyzed, or other actions taken 
as determined by the analyst. Document all actions in the appropriate logbook. 

14.11.2 If data are to be reported when performance criteria have not been met, the data 

must be foomoted on tables and discussed in the text of the report. 
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15.0 POLLUTION PREVENTION AND WASTE MANAGEMENT
15.1 Sumple extract waste and flammable solvent i discarded in high BTU containers, and

glass pipette waste is discarded in broken glass containers located in the laboratory.

160_Recons —
16.1 Each page generated fora study must have the following information included, either in

theheaderor hand-written on the page: studyorproject number, acquisition method,
integration method, sample name, extraction date, dilution fctor (ifapplicable, and
analyst.

162 Print the tune page, sample list, and acquisition method from MassLynx to include in the
appropriate study folder. Copy thesepages and tape nto the instrument run log.

16.3 Plot the calibration curves as described in this method, then print these graphs and toro
in the study folder.

164 Print data integration summary, negation method, and chromatograms, fom
MassLynx, and store in th study folder

165 Summarize data using suitable software (MS Excel 7) and store n the study folder.
16.6 Back up cectronic data 0 appropriate medium, Record in study notebook the file name

and locationofbackup electronic data.

170 _Arracuvents
17.1 Attachment A: Figures—Fluorochemical Compounds

18.0 REFERENCES

18.1 “Guidelines and Format for Methods to be Proposed at 40 CFR Part 136 or Part 141”,
U.S. Environmental Protection Agency, Officeof Science and Technology Office of
‘Water, Washington, D.C. Draft 1996.

18.2 “MethodofAnalysis for the DeterminationofPerflorooctane sulfonate (PFOS),
Perfluorooctane sulfonylamide (PFOSA), and Perflorooctanoate (POAA) in Water”, E.
‘Wickremesinhe and J. Flaherty, Study Number 023-002, Centre Analytical Laborstorcs,
Inc. State College, Pennsylvania, January 2000.

18.3 Validation reportforthe “Method ofAnalysis for the DeterminationofPerfluorooctane.
‘sulfonate (PFOS), Perfluorooctane sulfonylamide (PFOSA), and Perfluorooctanoate
(POAA) in Water”, E. Wickremesinhe and J. Flaherty, Study Number 023-002, Centre
Analytical Laboratoris, Inc, Sate College, Pennsylvania, (Approval pending)
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15.0 POLLUTION PREVENTION AND WASTE MANAGEMENT 

15.1 Sample extract waste and flammable solvent is discarded in high BTU containers, and 
glass pipette waste is discarded in broken glass containers located in the laboratory. 

16.0 

16.1 

16.2 

16.3 

16.4 

16.5 

16.6 

RECORDS 

Each page generated for a study must have the following information included, either in 
the header or hand-written on the page: study or project number, acquisition method, 
integration method, sample name, extraction date, dilution factor (if applicable), and 
analyst. 

Print the tune page, sample list, and acquisition method from MassLynx to include in the 
appropriate study folder. Copy these pages and tape into the instrument run log. 

Plot the calibration curves as described in this method, then print these graphs and store 
in the study folder. 

Print data integration summary, integration method, and chromatograms, from 
MassLynx, and store in the study folder. 

Summarize data using suitable software (MS Excel 97) and store in the study folder. 

Back up electronic data to appropriate medium. Record in study notebook the file name 
and location of backup electronic data. 

17. 0 ATTACHMENTS 

17.1 Attachment A: Figures--Fluorochemieal Compounds 

18.0 

18.1 

18.2 

18.3 

REFERENCES 

"Guidelines and Format for Methods to be Proposed at 40 CFR Part 136 or Part 141", 
U.S. Environmental Protection Agency, Office of Science and Technology Office of 
Water, Washington, D.C. Draft 1996. 

"Method of Analysis for the Determination ofPerfluorooctane sulfonate (PFOS), 
Perfluorooetane sulfonylamide 0aFOSA), and Perfluorooctanoate (POAA) in Water", E. 
Wickremesinhe and J. Flaherty, Study Number 023-002, Centre Analytical Laboratories, 
Inc., Stale College, Pennsylvania, January 2000. 

Validation report for the "Method of Analysis for the Determination of Perfluorooctane 
sulfonate (PFOS), Perfluorooctane sulfonylamide (PFOSA), and Perfluorooetanoate 
(POAA) in Water", E. Wiekremesinhe and J. Flaherty, Study Number 023-002, Centre 
Analytical Laboratories, Inc., State College, Pennsylvania, (Approval pending) 
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Figure 1: PFOS
Chemical Name = Perflucrooctane sulfonate
Molecular ion 2 499 (C,FSOy)

i
CgF1id

o
PFOS

Note: Standards are made from thesalt,potassium perfluorooctane sulfonate [CgF17SO3K], m/w 538.

Figure 2: PFOSA
Chemical Name ~~ = Perfluorooctane sufonylamide
Molecular ion = 498 (CF SO:NH,)

Carrs — NH

0
PFOSA }

Figure 3: POAA
Chemical Name ~~ = Perfluorooctanoste
Molecular ion = 413 (GF,,C00")

C/F1sCO"
POAA

Note: Standards are made fromthesalt, ammonium perfluorooctanoate [C7F1SCOONH], mw 431
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Figure 1: PFOS 
Chemical Name = 
Molecular ion = 

PFOS 

Perfluorooetane sulfonate 
499 (C8F~7SO~-) 

Note: Standards are made from the salt, potassium perfluorooctane sulfonate [CsF 17SO3K], m/w 538. 

Figure 2: PFOSA 
Chemical Name = 
Molecular ion = 

Perfluorooctane sulfonylamide 
498 (C~FjTSO2NH2) 

C8F17S~ NH2 

II 
0 

PFOSA 

Figure 3: POAA 
Chemical Name = 
Molecular ion = 

C7F15CO" 

Perfluorooetanoate 
413 (CTFI~COO-) 

POAA 

Note: Standards are made from the salt, ammonium perfluorooctanoate [CTF 15COONI-I4], m/w 431 
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‘WATER SAMPLING INSTRUCTIONS

SAMPLING PROCEDURES IN SECTION 6.2

1.0 SCOPE ANDAPPLICATION

11 This document describes the procedure to use when collecting water samples in the field
for laboratory analysis. Prior to the shipment offield samples, refer to ETS-4-3.0, “Use of
Chainof Custody,” for sample documentation requirements.

20 Denmoss ~
20 Sample: A sample that is maintained as is aftr iti collcted and identified by sample

number, location clletion date, identity, and amount (Also sample duplicate).
22 Field Spike: A fild sample spiked with a known concentration of aspecific analyte.
23 Sample Log: A log that accompanies cach sample shipment and includes information on

the sample identity, location, collection date, amount, and the volume and concentrationofspike solution veed 0 preparefedspikes.
2.4 Lowlevel Field Spike: A samplespiked with a known concentrationofthe specifiedanalytes atthe low endofthe method calibration ange prescribed in the analytical

‘method being used to quantitate the target analytes.

2.5 Midlevel Field Spike: A sample spiked with a known concentrationofthe spcifidanalytes atthe mid point ofthe method calibration range prescribed in the analyticalmethod being used 1 quantitate the target analytes.
2.6 Field Spike Control Sample: A clean water sumple, prepared froma lean water source

known not to contain the target analytes and spiked with a known concentrationofthespecified analytes.
2.7 Field Blank Control Sample: A clean ter sample, prepared from a clean water sourceKeown not 0 contain the target analytes.

30 Precavnions
5.0 Field personnel are responsible for takin precautions hatare proper for the site and

sample.

40 Resronsmiumms
41 Field personnel are responsible fo insuring accurate sampling procedures are used whencollecting, spiking nd shipping the samples,

Fi Samplingfor Laborer Ass Tage 1of3
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WATER SAMPLING INSTRUCTIONS 

SAMPLING PROCEDURES IN SECTION 6.2 

1.0 SCOPE AND APPLICATION 

1.1 

2.0 

This document describes the procedure to use when collecting water samples in the field 
for laboratory analysis. Prior to the shipment of field samples, refer to ETS-4-3.0, "Use of 
Chain of Custody," for sample documentation requirements. 

DEFINITIONS 

2.1 

2.2 

2.3 

2.4 

2.5 

2.6 

2.7 

4.0 

Sample: A sample that is maintained as is after it is collected and identified by sample 

number, location, collection date, identity, and amount (Also sample duplicate). 

Field Spike: A field sample spiked with a known concentration of a specific analyte. 

Sample Log: A log that accompanies each sample shipment and includes information on 
the sample identity, location, collection date, amount, and the volume and concentration 

of spike solution used to prepare field spikes. 

Low-level Field Spike: A sample spiked with a known concentration of the specified 

analytes at the low end of the method calibration range prescribed in the analytical 

method being used to quantitate the target analytes. 

Mid-level Field Spike: A sample spiked with a known concentration of the specified 
analytes at the mid point of the method calibration range prescribed in the analytical 
method being used to quantitate the target analytes. 

Field Spike Control Sample: A clean water sample, prepared from a clean water source 
known not to contain the target analytes and spiked with a known concentration of the 

specified analytes. 

Field Blank Control Sample: A clean water sample, prepared from a clean water source 
known not to contain the target analytes. 

PRECAUTIONS 

Field persormel are responsible for taking precautions that are proper for the site and 
sample. 

RESPONSIBILITIES 

4.1 Field personnel are responsible for insuring accurate sampling procedures are used when 
collecting, spiking and shipping the samples. 
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50 Eouwwenr

51 Polypropylene labware and sample boities.
60 ProcepuRES

61 Pre-rinsing of Sample Bottles
6.11 Pre-tinsed sample bottles willbe supplied by 3M Environmental Laboratory.

before cach sampling even. The sample bottles will be rinsed according to the
following procedure

6.1.11 Add approximately 10m ofHPLC grade methanol to empty bottle, cap
and shake for ~20 seconds. Empty the bottle into waste container and
repeat once with methanol and twice with Type | water.

6112 Invert rinsed bottles and caps on clean Teri-wipes and allow to dry.
62 Field Collection of Water Samples

62.1 Sample Collections Four (4) homogeneous samples from cach sampling location
will be collected.

62.11 As accurately as possible, makecertaincach sample is homogeneous and
representativeofthe source being sampled.

62.1.2 “Pre-rinsed 250 mL, polypropylene sample bottles will be provided by the
Environmental Laboratory. As accurately as possible, fill each bottle to
the mark indicating the 200 ml. level,

62.1.3 Field Blank Control Samples: Four (4) sample battles containing 200
mL ofHPLC grade water will be included with the empty sample bottles
Two (2) ofthese pre-filled sample bottles will be left as is and will be:
referred to as field blank control samples. Thefield blank control samples- will be kept with the filled sample botles and returned to the laboratory
along with the filled sample bottles.

62.1.4 Immediately after filling, cach sample bortle wil be scaled and clearly
Iabeled with the sample number, sample location, collection date, sample
identity, sample amount, volume and where appropriate, the concentration
ofspike solution used to prepare thefield spike samples.

62.0.5 Low-level Field Spike: Using one of the Environmental Laboratory-
supplied disposable pipettes, one (1)ofthe four (4) samples from cach
‘sampling location will be spiked with one (1) mL ofa methanol solution
containing 0.2 micrograms/mL of cachofthe target analytes. This sample
willbe labeled as the low-levelfield spike. Do not reuse the pipette

62.16 Mid-level Field Spike: Using oneof the laboratory supplicd disposable
pipettes, one(1)ofthe four (4) samples from cach sampling location will
be spiked with one (1) mL ofamethanol solution containing
20 micrograms/mL_ofcach ofthe target analytes. This sample will be
Tabeled as the mid-level field spike. Do not reuse the pipet.
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5.0 

5.1 

6.0 

EQUIPMENT 

Polypropylene labware and sample bottles. 

PROCEDURES 

6.1 

6.2 

Pre-rinsing of Sample Bottles 

6.1.1 Pre-rinsed sample bottles will be supplied by 3M Environmental Laboratory 
before each sampling event. The sample bottles will be rinsed according to the 
following procedure. 

6.1.1.1 Add approximately 10mL of HPLC grade methanol to empty bottle, cap 
and shake for -20 seconds. Empty the bottle into waste container and 
repeat once with methanol and twice with Type 1 water. 

6.1.1.2 Invert rinsed bottles and caps on clean Teri-wipes and allow to dry. 

Field Collection of Water Samples 

6.2.1 Sample Collection: Four (4) homogeneous samples from each sampling location 
will be collected. 

6.2.1.1 

6.2.1.2 

6.2.1.3 

6.2.1.4 

6.2.1.5 

6.2.1.6 

As accurately as possible, make certain each sample is homogeneous and 
representative of the source being sampled. 

-Pre-rinsed 250 mL polyprop},lene sample bottles will be tsrovided by the 
Environmental Laboratory. As accurately as possible, fill each bottle to 
the mark indicating the 200 mL level. 

Field Blank Control Samples: Four (4) sample bottles containing 200 
mL of HPLC grade water will be included with the empty sample bottles. 
Two (2) of these pre-filled sample bottles will be left as is and will be 
referred to as field blank control samples. The field blank control samples 
will be kept with the filled sample bottles and returned to the laboratory 
along with the filled sample bottles. 

Immediately after filling, each sample bottle will be sealed and clearly 
labeled with the sample number, sample location, collection date, sample 
identity, sample amount, volume and where appropriate, the concentration 
of spike solution used to prepare thefieM spike samples. 

Low-level Field Spike: Using one of the Environmental Laboratory- 
supplied disposable pipettes, one (1) of the four (4) samples from each 
sampling location will be spiked with one (1) mL of a methanol solution 
containing 0.2 micrograms/mL of each of the target analytes. This sample 
will be labeled as the low-levelfield spike. Do not reuse the pipette. 

Mid-level Field Spike: Using one of the laboratory supplied disposable 
pipettes, one (1) of the four (4) samples from each sampling location will 
be spiked with one (1) mL of a methanol solution containing 
20 micrograms/mL of each of the target analytes. This sample will be 
labeled as the mid-levelfield spike. Do not reuse the pipette. 
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62.1.7 Sample/ Sample Duplicate: Two (2)ofthe four (4) samples from cach
sampling location will be maintained as is and wil be identified as the
sample and sample duplicate.

62.18 Field Spike Control Samples: Two (2) of the pre-filled sample bottles
will be used to preparefield spike control samples. Afer sampling the first

well,and preparing the low-levelfieldspike, One (1)of the pre-filled
sample bottles will be spiked with one (1) mL of a methanol solution
containing 0.2 micrograms/ml.ofeach of the target analytes. This sample
will be identified as low-levelfied spike control sample. Do not reuse the
pipette.
Aer sampling the last well. and preparing he low-levelfieldspike, One
(1)ofhe pre-filled sample bortles will be spiked vith one (1) mL ofa
‘methanol solution containing 20 micrograms/mlof cachof the target
analytes. This sample will be identified as mid-levelfield spike control
sample. Do not reuse the pipette.

62.2 Sample Identification: All sample bottles wilbesealed and properly labeled for
shipping to the laboratory.

62.3 Sample Log: A sample fog will accompany each shipmentof samples. The
sample log will include information on the sample ideniity, sample location,
collection date, sample amount, and the volume and concentrationofspike.
solution used to prepare thefield spikes along with other relevant information.
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6.2.2 

6.2.3 

6.2.1.7 

6.2.1.8 

Sample/Sample Duplicate: Two (2) of the four (4) samples from each 

sampling location will be maintained as is and will be identified as the 
sample and sample duplicate. 

Field Spike Control Samples: Two (2) of the pre-filled sample bottles 

will be used to prepare field spike control samples. After sampling the first 

well, and preparing the low-IeveIfield spike, One (1) of the pre-filled 

sample bottles will be spiked with one (1) mL of a methanol solution 

containing 0.2 micrograms/mL of each of the target analytes. This sample 

will be identified as low-level field spike control sample. Do not reuse the 

pipette. 

After sampling the last well, and preparing the low-levelfieId wike, One 
(1) of the pre-filled sample bottles will be spiked with one (1) mL of a 
methanol solution containing 20 micrograms/mL of each of the target 
analytes. This sample will be identified as mid-leve!field spike control 
sample. Do not reuse the pipette. 

Sample Identification: All sample bottles will be sealed and properly labeled for 
shipping to the laboratory. 

Sample Log: A sample log will accompany each shipment of samples. The 
sample log will include information on the sample identity, sample location, 

collection date, sample amount, and the volume and concentration of spike 

solution used to prepare thefield ipikes along with other relevaiit information. 
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