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. PRICE PFISTER, INC., CHROMIUM PLATING TANK I 1  
TOTAL AND HEXAVALENT CHROMIUM EMISSIONS 

T h i s  repor t  presents an e s t i m a t e  o f  emissions from P r i c e  P f i s t e r .  Inc., 

Chromium P l a t i n g  Tank #I. These emission est imates are based on t e s t s  

performed by  t h e  A i r  Resources Board (ARB)  s t a f f  us ing  a d r a f t  ARB t e s t  

method. 

accura te  w i t h i n  the  l i m i t s  o f  t h e  method. However, data a r e  u s u a l l y  a f f e c t e d  

b y  t h e  t e s t  method and process v a r i a b l e s  which are sometimes n o t  apparent 

d u r i n g  t h e  tes ts .  The da ta  should no t ,  there fore ,  be n e c e s s a r i l y  considered 

t y p i c a l  o f  a s p e c i f i c  source o r  I n d u s t r y  u n t i l  the e f f e c t s  o f  such var iab les  

are known and taken i n t o  account. ' 

The r e s u l t s  have been reviewed by the  s t a f f  and a r e  b e l i e v e d  t o  be 
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g r e a t e r  than a t  sa tura t ion  temperature 
(e.g. 212OF o r  below) use the  t a b l e  
f o r  moisture content. 

I '  ' 
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c 

, 

Division of Jmplmentation & Enforcement 
Engineering Evaluation Unit 

WATER VAPOR CALCULATIONS J Standard Conditions B ~ B F  and 29.92 i n .  Hg ?<e Leak - 
68 

Ambient Conditions &OF and - 2 8 . b i n .  Hg 

TEMP. % TEMP. % T E M P .  % I 
, O F  H20 O F  H20 O F  H 2 0  1 

5 0  1 .2  130 15.1 160 51.1 
60 1.7 140 19.7 185 '57.0 
7 0  2 .5  150 25.3 190 63.6 
80 3 . 5  155 28 .7  195 70.6 3 
90 6.6 160 32.3 200 78.6 . 
100 6.5' 165 36.4 205 67.0 - 
110 8 . 7  1 7 0  40.8 210 9 6 . 2  

J "  , 

1 2 0  11.5 175 4 5 . 7  212 100.0 
- I  

(20.3 ) 27.73- 
A. Gas Volume Metered (V,,,,) 

B. Volume of Uatcr Collected (Vw& 

. .. . 
C. Moisture Content i n  Stack G a s  (Bw) i n  Percent 
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9 ,  I , 
CALIFORNIA AIR RESOURCES BOARD TEST OF CHROMAL PLATING COMPANY 
Report No. C-86-125 
April 3 ,  1987 

UNACCEPTABLE 

The inside cover of this report says that the data in the 
report are an estimate of chromium emissions from this source. 
In addition, sampling is for an inlet location only, and only 12 
points were sampled. The correct number of points for this 
location is 24, if the sampling is to conform with Reference 
Method 1. In sampling for chromium, it is necessary to use the 
specified number of points since past sampling has shown that the 
distribution of the pollutant is not uniform across the duct. 
Since this test was merely to obtain an estimate of the 
emissions, this is the probable reason for using too few points. 

CALIFORNIA AIR RESOURCES BOARD TEST OF IPRICE PFCTTEX-INCT 
Report No. C-86-106 
April 3 ,  1987 

UNACCEPTABLE 

The inside cover of this report says that the data in the 
report are an estimate of chromium emissions from this source. 
Since data are an estimate, this may account for the insufficient 
number of sampling points used during the test. It is necessary 
to use the appropriate number of sampling points - which is 24 - 
when sampling for chromium since the distribution of chromic acid 
mist is not uniform within the duct. The presence of chromic 
acid droplets at the inlet also makes it necessary to sample the 
proper number of points if accurate data are to be obtained. 

CHROHIUM MISSIONS TESTS FOR TANK 193 AND TANK 195 AT DOUGLAS 
AIRCRAFT COMPANY (DAC) 
March 5 ,  1987 

As per instructions from Andy Smith, this test report was not 
reviewed since the test report is for an anodizing operation. 
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UNITED STATES ENVIRONMENTAL PROTECTION AGENCY 
Office of  Air Quality Planning and Standards 
Research Triangle Park, North Carolina 2771 i 

A p r i l  20, 1989 

MEMORANDUM 

SUBJECT: Acceptability of Test Reports 

FROM : Frank R. Clay 
Field Testing Section, EMB, TSD (MD-14) 

TO : Andrew Smith 
Industrial Studies Branch, ESD ( M D - 1 3 )  

Attached are three test reports that have been reviewed for 
acceptability. 
below. 

Attachment 

cc: D a l l a s  Safreit 

None was acceptable and the reasons are given 
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Pr ice  P f i s t e r ,  Inc., Chromium P l a t i n g  Tank R1 
Total  and Hexavalent Chromium Emissions 

. .  . .  . .  

.... . .  . . ,  . . .  

. . .  . . .  . . . . . . . . . . . .  . . . . . .  , .  . - .. . . .  SUMMARY 

The A i r  Resources Board (ARB) has i d e n t i f i e d .  hexavalent chromium. as a. ~. . . .  

t o x i c  a i r  contaminant. Because o f  t h i s ,  sampling was .requested by ,  t he .  ARB:, . . . . . . . .  . : . . .  

z Toxic  P o l l u t a n t s  Branch t o  'determine chromium emissions.from a . "deco ra t i ve "  . .  . .  . ~ -: . . .  . . . . . . .  
chromium p l a t e r .  Samples were c o l l e c t e d  a t  P r i ce  P f i s t e r ,  Inc. on November.18. - .  

through 20. 1986. b y  the  s t a f f  o f  t h e  Engineer ing Evaluat ion.Branch. ( E E B )  o f . .  

. .  

. .  

t h e  ARB. The samples were analyzed b y  the  Department,.of.i!ealth.Servicesz ~.: , _  . . 

(DOHS) A i r  and I n d u s t r i a l  Hygiene Labora tory  (AIHL) .for.total.. chrQmjum. , . -  and- _ L I  . ~ . . 

. . .  . . . . . . . . .  - .  

. . . .  . . . . . .  

. . . . .  hexavalent  chromium. . .  

Chromium i s  app l i ed  b y  e l e c t r o p l a t i n g  from a p l a t i n g  s o l u t i o n  i n  

which i t  i s  present  as hexavalent  chromium, an anion i n  a h i g h  o x i d a t i o n  

s ta te .  E l e c t r o p l a t i n g  i s  accomplished by  app ly ing  a h igh  amperage, low 

~ vo l t age  (5800-6800 amps, 6.5 v o l t s )  d i r e c t  c u r r e n t  (dc)  power . through t h e .  

: p l a t i f l g  so lu t i on .  The ma te r ia l  t o  be p l a t e d  i s  hunq.from the..negativ.e, :or ..... - . .-  ;. . . . . . .  . . . .  . . . .  

, ;  .G:t.:-i.cathode. bus bars o f  the p l a t i n g  tank.  Anodes are  hung.fromithe p o s l . t i u e b u s  . . . . . . . .  _ _ _  :. ~ 

I 

. .  bars. Chromium p l a t i n g  i s  o n l y  B-20% e f f i c i e n t .  A major. re.ason..for t h e ,  . . .  ... 

, . .  : i n e f f i c i e n c y  i s  the d i sassoc ia t i on  o f  water  molecules, in t h e  . p l a t i n g  s o l u t i o n  . . 

. .  . b y  t h e  e l e c t r i c a l  current .  Th is  r e s u l t s  i n  t h e  re lease .of: .hydrogen .gas. a t - t h e - :  .. , 

cathode and oxygen a t  the  anode. 

en t ra ined  w i t h  these re leased gases, which a r e  vented f o r  s a f e t y  reasons. 

P r i ce  P f i s t e r ,  these gases are  passed through a scrubber and then vented t o  

t h e  atmosphere. The scrubber i s  used t o  recover  some o f  the  vented p l a t i n g  

A p o r t i o n  o f  the p l a t i n g  s o l u t i o n  i s  

A t  

- i- 



solution and return i t  to  the plat ing t a n k .  

the to ta l  chromium returned t o  the plat ing t a n k  should  be hexavalent chromium 

o r  product qual i ty  could deter iorate .  

According t o  the operator, 99% of 

Sampling and analysis for  hexavalent and total  chromium samples was 

conducted in accordance w i t h  the A R B ' S  Draft Test Method 425 (Determination 

of  Total Chromium and Hexavalent Chromium Emissions from Stationary Sources). 

The r e su l t s  of the sampling, analysis ,  and other data are shown in the Summary 

Table. 

0.14 x lb/hr and  0.42 x lb/hr  fo r  total  chromium and 

0.21 x and  0.39 x l b / h r  for  hexavalent chranium. Emissions 

a f t e r  the scrubber ranged between 0.20 x 10'' l b / h r  and 0.21 x 

fo r  to ta l  chromium and 0.09 x lo-' lb /hr  and 0.10 x 

hexavalent chromium. 

chromium ranged between 9 and 5 2  percent for  total  chromium and 5 7  t o  74 

percent for  hexavalent chromium. 

Emissions from the plating tank (before the scrubber) ranged between 

lb/hr  

l b / h r  for  

Scrubber eff ic iency for preventing the release of  

- i  i- 



fu.6u.uy ?&le 

Test D ~ t a  For 
Price Pf i s t er .  Inc. 

1. Run Number 

2 .  chromium Emis.ioy 

-3 
a .  Before scrubber. 10 lblhr 

b. After Scrubber. 10 lblhr 

6. Scrubber ef f ic iency ,  p . r n n t  

- 3  

3 .  Chromium i n  Scrubkc WJCeS 

d l  
J. ToC.1, l D q / d  

d l  
b. HOxJVJhIt, lDq/mI 

4 .  Placing Tank D J ~ J  

J. TJnk Temperacure. degree. F 

b.  TJnk SUrfJCe & m J ,  19. fC. 

c .  electroplating h p a  

d .  Chromic Acid Cons., ozlqal 

1 

a/ bl 
I C J l  ne.. 

0.42 0.29 

0 . 2 0  0.10 

5 2  66 

26 

19 

100 

40 

6000 

30 

2 

' O h 1  Hex. 

0.14 0.21 

0 . 2 1  0.09 

C l  
NC 5 1  

2 1  

16 

:00 

k8 

6000 

30 

3 

' O C J l  Hex. 

0 . 2 3  0.39 

0.21 0.10 

9 1 4  

23  

2 1  

100 

48 

6000 

30 

a /  

b/ 

C /  

d/ 

?oca1 - local chromium including hexavJlenc chromium 

Hex. - Hexavalent chromium 

NC - NOC CLlNlJCed 

9 9 t  of the t o t a l  chromium in  the scrubber water should be hexavalent chromium according 
t o  the oparacor. 
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I .  INTRODUCTION 

The Air Resources Board ( A R B )  has ident i f ied hexavalent chromium as a 

toxic a i r  contaminant. 

requested the Engineering Evaluation Branch (EEB) of the ARB t o  conduct an 

emissions tes t  t o  evaluate hexavalent chromium emissions from a "decorative" 

chromium plating operation. 

testing and testing was conducted on November 18 through 20 ,  1986. 

samples were analyzed for  to ta l  a n d  hexavalent chromium by the Air a n d  

Industrial Hygiene Laboratory (AIHL) of the Department of Health Services. 

The objectives of this t e s t  were to:  

Subsequently, the Toxic Pollutants Branch of  the ARB 

Price Pfister, Inc.. i n  Pacoima was selected for 

The 

1. Determine total  and hexavalent chromium emissions from a 

"decorative" chromium plater.  

Determine the eff ic iency of  the wet scrubber used by Price P f i s t e r  

for  controll ing chromium emissions. 

Determine i f  i t  i s  necessary t o  s t ab i l i ze  the sample f i l t e r s  

immediately a f t e r  sampling as  part  of the t e s t  method development. 

2. 

3. 

A t  d i f fe ren t  times d u r i n g  the ARB evaluation tes t ,  parallel  samples were 

collected by the South Coast Air Quality Management Dis t r ic t  (AQMD) and 

Truesdail Laboratories. Truesdail Laboratories is  a contract  laboratory 

commissioned for the Petal Finishing Association of Southern California Inc. 

Matt Dunn of Dames and Moore, Santa Barbara, observed the evaluation t e s t  for  

the Metal Finishing Association. 

11. Conclusions 

Emissions of total  chromium (Includlng hexavalent chromium) a t  Price 

Pf i s te r  ranged from 0.14 x 

scrubber and 0.20 x 

Emissions o f  hexavalent chromium a t  Price Pf i s te r  ranged from 0.21 x 

lb /hr  t o  0.42 x lb/hr  before the 

lb /hr  to  0.21 x 1 O - j  lb /hr  a f t e r  the scrubber. 

-1 - 



l b / h r  to  0.39 x 1.u' b / h r  before the scrubber and 0.09 x l b / h r  t o  

0.10 x 10'' l b / h r  a f t e r  the scrubber. 

52 percent i n  removing total  chromium and 57 t o  74 percent in removing 

hexavalent chromium from the exhaust. 

Scrubber efficiency ranged from 9 to  

The number of  samples was too l imited t o  determine i f  t rea t ing  the 

sample f i l t e r s  on s i t e  had any e f f ec t  on the hexavalent chranium analytical 

results. 

111. PROCESS DESCRIPTION 

Price P f i s t e r  i s  c lass i f ied as  a "decorative" chromium plater. In 

"decorative" chromium plating, chromium is applied i n  a t h i n  layer  

(0.00001-0.000002 inches) t o  produce a b r i g h t  and decorative, as well as 

corrosion and abrasion res i s tan t ,  surface. 

other c l a s s i f i ca t ion ,  chromium is appl led t o  s teel  surfaces i n  thicknesses o f  

0.0001-0.010 inches t o  b u i l d  u p  worn parts and provide abrasion res i s tan t  

surfaces such as  those seen on hydraulic rams and cylinders. 

In 'hard" chromium plating, the 

The chromium i s  deposited onto the surface of  the base material by 

Electroplating operations, including cleaning, rinsing, e lectroplat ing.  

plating, and post plating treatments, can be manual or w i t h  any degree of 

automation t h a t  i s  desired. Price P f i s t e r ' s  operation i s  basically automatic 

due t o  the consistency of the parts t h a t  a re  plated. 

The parts to  be plated can e i t h e r  be suspended by wires o r  racks before 

being submerged into a tank containing plating solution. 

the Parts a r e  suspended by racks. The chromium i s  deposited onto the material 

surface from a solution i n  w h i c h  i t  is present as hexavalent chromium, an 

anion i n  a h i g h  oxidation s ta te .  Along w i t h  chromium acid,  the aqueous 

solution usually contains a small and careful ly  controlled amount of ca ta lys t  

A t  Price Pf i s te r .  
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. .  . . . .  . .  . . .  
. .  . .  

ion. such as sulfate.  

e lectroplat ing i s  supplied by r e c t i f i e r s  and applied t o  the plating tank-by 

The necessary d i r ec t  current (dc)' power for  
. . . . . . . . . . .  . .  . .  . . . .  . .  

.~ . . . . . . . . . . . . . .  
' b u s  bars. Anodes a re  h u n g  from posit ive bus bars and the'item t o  be plated i s  . 

. . .  .- . - , .  . . .  . .  - _  . . - . ;  . . .  hung from the negative o r  cathode b u s  bars. 

monitored w i t h  voltmeters and ammeters. 

Tank voltage and current a re  
. . . . . . . . . . . . . .  . ,  . .  . .  . . . . .  - . . . . .  

. ~. 

. . . . . . . .  
. . . .  . . . . . .  . .  . .  

Chromium p l a t i n g  i s  one o f  the most d i f f i c u l t  e lectro&ating operations; 

temperature, current density. and b u l k  composition are- kept w i t h i n  a 

re la t ive ly  narrow range. W i t h  respect t o  e l e c t r i c  current.khromium-@ating- 

i s  only 8-20% eff ic ient .  Much o f  the e l e c t r i c  current i s  used converting 

. . .  . . . .  

water In the plating solution into hydrogen and 0xygen"gases. This resul ts  i n  

the o f f  gassing of hydrogen a t  the  cathode and oxygen 'a t  'the anwde.. ' The . ': 

release of these gases from the plating tank  causes a-'ipray t h a t  car r ies  some-. 

of  the plating solution w i t h  the gases. For safety reasons' the spray must be . 

vented. 

t o  recover some of the plating .solution. Part of the: scrubber water i s  then'-' 

used a s  makeup to  replace some of  the lost  plating solution. According t o  the 

. . . .  . . . . . . . . . . . . . .  _ -_ .  . . ~. . . . . . . . . . .  
' '  . ' - '  ' 

. - "  " ' 

' 

. .  .~ . . . .  ~ ~ - : ~  ... _ i : .  . . . . . .  < . . .  j r _  . .  
. 

. . . . . . .  , ~ - : .  . . . .  . .  . 
. , . .  . . . . . .  ~ . .  

For economic reasons, the  spray is usually vented through a'scrubbei. . 

. . . . .  . . . . . . . .  

. . . . . .  . .  

. . .  . . . . .  . . ,  . . .  ~. 

operator,  99% of the total  chromium i n  the scrubber water-should be hexavalent ' . .  

...... _ - _  - ~ ~ .  .. . . . . .  _ _ _  . . . . . . . . . . . .  c .  . . . . . . .  _ _  - I -  
- .  . 
ch.romium or  product qual i ty  could deter iorate .  

. . . . . . . .  . . . . . . . .  . . . . . . . . . . . . .  _ _ .  .~ .. . .  .~ 

During the three days of emissions sampling, Prlce Pf i s te r  t r i e d ' t o  
. . . . . .  ...... . . . . . . .  . .  maintain consistant plating conditions. Table 1 shows'khs operating ' .' . . . .  

IV. SAMPLING LOCATIONS A N D  METHODS 

- ; .  : .  . . . .  .. , . . . . . . . . . .  -- .r . _  . . . . . . . .  . . . .  
- .  . ~ . ,  . . _. -. 

~ ' .._ . .  
parameteri and  conditions during the 3 days of testing. 

. . . . .  . . . . . . .  _ L ,  . . . . . . . . . . . . . . .  . . . . . . . .  . -  . .  - -  . .  . - .  . 

. . . . . . . . . . .  . .  . . . . . . . . . . . . .  
' Hexavalent and total  chromium samples were collected' according-to' Draft - - 

. .  . . . . .  . . . . . . . .  _ _  
A R B  Stationary Source Test Method 425 (Determination o f  Total Chromium and 

. . . . . . . . . . . .  . . . . . . . . .  . . . . . . . . . . . . . . . . . . . . .  _ .  - -  Hexavalent Chromium Emissions from Stationary Sources). . . .  
. A type S ' p i t o t  tube 

.. . . . . . . . .  - - .  _ .  I.. , . .  . . . . . . . . .  - .  . .  
~ . .  

. .  . -  ._ . . ,_  . .  
was used €0 'determine stack gas velocity.  Moisture content- was'ietermined' - . - - 
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Table 1 

Operating Data Dur ing  Emissions Testing 
For Price Pf i s te r ,  Inc.. Chromium P l a t i n g  Tank #l 

1. Tank Number 1 

2. Plating Tank Data 

a. Tank Temp 
b. Surface Area, 
c.  Dimensions 

3. Plating Solution Data 

a. Chromic Acid 
b. Sulfuric Acid, t o t a l  
c. ' Solution Volume 

4. Power Data 

a. Voltage 
b. Current 

5. Rack Datai' 

a. Number 
b. F u l l  racks, - Tuesday, 11 /18/86 - Wednesday, 11 /19/86 - Thursday, 11/20/86 

6. Depth of Chrome Deposited 

1OO'F 
48 sg. f t .  
12 f t  x 4 f t  
5 feet ,  deep 

30 oz./gallon solution 
0.3 oz./gallon solution 
1800 gallons 

6.5 volts, dc 
5800-6800 

160 racks/hour 
0.01 mils in 3 1 / 2  minutes 
78% 
7 8% 
83% 

0.01 mils in 3 1 / 2  minutes 

a /  During a normal work day a t  Price Pf i s te r ,  160 racks per hour ( o r  1280 
racks per day) passed through tank 1. 
t h r o u g h  t a n k  1 have parts. 
not necessarily evenly dis t r ibuted throughout the day. 

Not a l l  of the racks tha t  pass 
Some are empty a n d  those empty racks are 
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as specified by ARB Method 4 (Determination of Moisture Content i n  Stack 

Gases). Dry molecular weight (CO. C02. 02. N2) was estimated based u p o n  

atmospheric concentrations. Figure 1 shows the sampling locations before and, 

a f t e r  the scrubber. 
I 

Draft Method 425 i s  s imilar  t o  ARB Test Method 5 b u t  w i t h  special 

requirements. Those special requirements for  sampling chromium a t  Price 

Pf i s te r  inc luded  the use of glass-1 ined s ta in less  s teel  sampling probes, 

special teflon coated glass-fiber f i l t e r s ,  and specially prepared acetone and 

d i s t i l l e d  water. Hexavalent chromium i s  very reactive and the purpose of 

these special requirements was t o  prevent the loss  of hexavalent chromium 

a f t e r  i t  was collected. Also, the acetone and deionized d i s t i l l e d  water used 

f o r  sample recovery were analyzed before and a f t e r  sampling t o  document the i r  

chromium content and the presence of impurities t ha t  would react  w i t h  the 

hexavalent chromium. Appendix A contains a copy of Draft Method 425. 

For analysis,  a l l  samples were s p l i t  as  described i n  Method 425. One 

half was analyzed for  hexavalent chromium and the other half  for  to ta l  j 

chromium. \ 
t ra ins ,  one before the scrubber and one a f t e r  the scrubber), the hexavalent i 

half of the f i l t e r s  were placed in an extraction solution (sodium hydroxide 
' 

and sodium carbonate i n  water) immediately a f t e r  they were collected.  The 

hexavalent half of the t h i r d  r u n  was not  placed i n  the extract ion solution 

until i t  arrived a t  AIHL in Berkeley. 

affected the hexavalent chromium resul ts .  

V. TEST RESULTS 

For the f i r s t  two sample runs (a  sample run includes two sample 
j 

- .  

This was done t o  determine i f  the del 

The analytical r e su l t s  and other  t e s t  data are  shown i n  Table 2. The 

sample analytical r e su l t s  a r e  presented according t o  the par ts  of the sampli 

t ra in  t h a t  were analyzed separately. In general, the la rger  par t ic les  are 

-5- 
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collected i n  the sampling probe before the sample f i l t e r .  

pass through the probe t o  be collected by the f i l t e r .  

Finer par t ic les  

And s t i l l  f iner  

par t ic les  can pass t h r o u g h  the f i l t e r  t o  be collected i n  the impingers and  

sample 1 ines a f t e r  the f i l t e r .  

Based upon the t e s t  r e su l t s ,  overall scrubber collection efficiency for 

total  chromium ranges between 9 and 52 percent and for  hexavalent chromium 

between 57 t o  74 percent. 

i n  collecting the la rger  chromium containing par t ic les  t h a n  the f iner  chromium 

containing par t ic les .  The data a lso indicates the use of recirculated 

scrubber water may be a c o n t r i b u t i n g  factor  t o  the scrubber's marginal 

The data indicates the scrubber is more e f f i c i en t  

performance i n  controll ing the f ine r  chromium containing par t ic les .  

be due t o  the presence of chromium i n  the water recirculated t o  the scrubber's 

sprayers. Samples of the recirculated scrubber water used i n  the spray 

contained from 21 t o  26 mg of total  chromium and 16 t o  21 mg of hexavalent 

chromium per m i l l i l i t e r  of scrubber solution. 

of the total  chromium i n  the scrubber water should be hexavalent chromium.) 

This may 

(According t o  the operator, 99% 

Results of the study t o  determine i f  t reat ing the f i l t e r s  on s i t e  i s  

effect ive i n  reducing hexavalent chromium loss  are presented Table 3. 

compares the concentration (ug/dscf) o f  hexavalent chromium collected on the 

treated and untreated f i l t e r s .  

Table 3 

The f i l t e r  sample resu l t s  do not indicate the 

untreated f i l t e r s  a re  l o s i n g  hexavalent chromium re la t ive  t o  the treated 

f i l t e r s .  B u t  because of the variation i n  concentrations and  the limited 

number of  samples, no spec i f ic  conclusions can be reached. 

-a- 
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Table 3 

Comparison o f  F i l t e r  Resu l ts  For  
Hexavalent Chromium 

RUN # 

I. Concentrat ion,  ug/DSCF 

A. Before Scrubber 

1. Trea ted  F i l  t e d  

2. Untreated F i l t e r 5 1  

B. A f t e r  Scrubber 

1. Treated F i l t e r  

2. Untreated F i l t e r  

1 2 3 

0.02 0.09 

0.10 

0.15 0.28 

- 0.29 

- 
Av a 

0.06 

0.10 

0.22 

0.29 

- a/ In t h e  f i e l d ,  a f t e r  sampling, t h e  hexavalent chromium h a l f  o f  the 
t r e a t e d  f i l t e r s  was t r e a t e d  w i t h  t h e  sodium hydrox ide and sodium 
carbonate e x t r a c t  so lu t i on .  The un t rea ted  f i l t e r s  were n o t  t rea ted  
u n t i l  l a t e r  a t  t h e  l abo ra to ry .  

-9- 



V I .  QUALITY CONTROL 

Hexavalent  chromlum I ve ry  r e a c t l v e  an1 c o l l e c t e d  I n  very  low 

concentrat ions.  

prevent  t h e  l o s s  or contamlnat lon o f  hexavalent  chromlum samples. 

reason a l l  sample conta iners  bo th  I n  t h e  f i e l d  and t h e  l a b o r a t o r y  were made o f  

g lass or t e f l o n  and prewashed w i t h  s p e c l a l l y  prepared detergents,  a d d s ,  and 

deion ized d l s t l l l e d  water. Other q u a l i t y  c o n t r o l  technlques are  discussed 

be l  ow. 

The emphasis o f  the  va r lous  q u a l i t y  c o n t r o l  techniques I s  t o  

For t h a t  

A. SAMPLING 

When c o l l e c t l n g  samples t h e  o n l y  recornended probes a r e  quar tz  or 

g lass - l i ned  probes. Any o t h e r  probe m a t e r i a l ,  I n c l u d i n g  s t a i n l e s s  s t e e l ,  

cou ld  contaminate t h e  c o l l e c t e d  sample. T e f l o n  coated g lass - f i be r  f l l t e r s  a r e  

t h e  recommended f i l t e r  medla. 

p repara t lon ,  t h e  uncoated g l a s s - f l b e r  f i l t e r  can r e l e a s e  s i l i c a t e  from t h e  

f i l t e r  m a t e r l a l  which, when a c i d i f i e d ,  becomes s l l l c i c  acid.  

e x l s t s  I n  t h e  recovered sample as a suspended p a r t i c u l a t e  t h a t  i n t e r f e r s  w i t h  

the  c o l o n n e t r l c  ana lys i s  o f  the  sample. 

the  amount o f  s i l i c a t e  t h a t  I s  re leased from t h e  g lass  f i b e r s .  

Dur ing  l a b o r a t o r y  sample recovery and 

The s l l l c i c  a c i d  

The t e f l o n  coa t ing  g r e a t l y  reduces 

The delon lzed,  d l s t l l l e d  water  used f o r  imp lnger  catches and the  acetone 

used t o  r i n s e  samples f rom t h e  probes and impingers were prov ided by AIHL. 

Both were pre-analyzed f o r  hexavalent  chromlum and o t h e r  l m p u r l t l e s  b y  AIHL 

and s to red  I n  g lass  or t e f l o n  conta iners.  

E. SAMPLE RECOVERY AND ANALYSIS 

The l a b o r a t o r y  method f o r  recover ing  and ana lyz lng  t h e  samples f o r  

hexavalent and t o t a l  chromlum i s  s i m i l a r  t o  t h a t  f o r  ARB Method 5 samples. 

However. AIHL determined t h a t  pa r t s  o f  t h e  Method 5 sample recovery and 



. .  . .  

. - . . . . . .  

analysis will cause some o f  the hexavalent chromium t o  be lost-:-from--the-sample 

because of the react ivi ty  of hexavalent chromium. 
. . . . . .  . .  

To prevent. t h i s ,  'the 
. . . . . . .  . _ . , ,  . . . .  ............ . . .  . . . . . . . .  . .  ~ . . _  . 
-following changes were made. All solvents containing samples a re .  reduced'iti ' ' ' 

-volume a t  room temperature rather than i n  an oven a t  105 C because the 
. . . . . . .  . . .  ' . c .  .. . . . . . .  - - 6 .  i - .  - .  

: > - . .  
' '  ' '  

' '  

.......... . . .  - .  ... . . . . .  ~. . . . .  . .-- - : > < ~ -  . . .  
r e a c t i v i t y o f  hexavalent chranium increases w i t h  temperature.' Some o f . t h e  

analytical. reagants were treated w i t h  potassium permanganate t o  remove  the 

reducing'agents that  would react w i t h  hexavalent chromium. during.sample - 

. - . 

. . . . . .  -. . . . .  - - .  .~ ~ 

. . . . . . . . . . . . . . . . . . .  

. . . . . .  . . . . .  - . .  - . . . .  . . ~. 
' . .?', : '  . .  , . .  

. .  

recovery and analysis. I 
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APPENDIX A 

ARB DRAFT TEST METHOD 425 
a 



S t a t e  o f  C a l i f o r n i a  
AIR RESOURCES B O A R D  

Method 425 

D e t e r m i n a t i o n  of T o t a l  Chromium and H e x a v a l e n t  Chromium 
E m i s s i o n s  from S t a t i o n a r y  S o u r c e s  

Adopted , 1986 



METHOD 425: DETERMINATION OF TOTAL CHROMIUM A K D  

HEXAVALENT CHROMIUM EMISSIOXS FROM STATIOSARY SOURCES 

1. APPLICABILITY A N D  PRINCIPLE 

1.1 

1.2 

A p p l i c a b i l i t y .  

T h i s  m e t h o d  a p l i e s  t o  t h e  d e t e r m i n a t i o n  o f  h e x a v a l e n t  
c h r o m i u m  (Cr' ) a n d  t o t a l  c h r o m i u m  e m i s s i o n s  f r o m  
s t a t i o n a r y  s o u r c e s .  

P r i n c i p l e .  

P a r t i c u l a t e  emis s ions  a r e  c o l l e c t e d  f r o m  t h e  s o u r c e  by 
use of  CARB METHOD 5 .  T h e  c o l l e c t e d  s a m p l e  i s  d i v i d e d  
i n t o  two e q u a l  p o r t i o n s  v i t h  o n e  p o r t i o n  u s e d  f o r  t o t a l  
c h r o m i u m  a n a l y s i s  a n d  t h e  o t h e r  p o r t i o n  f o r  h e x a v a l e n t  
c h r o m i u m  a n a l y s i s .  

1.2.1 F o r  t h e  h e x a v a l e n t  c h r o m i u m  a n a l y s i s  t h e  

t! 

c o l l e c t e d  s a m p l e  p o r t i o n s  a r e  e x t r a c t e d  i n  a n  
a l k a l i n e  s o l u t i o n  a n d  a n a l y z e d  by t h e  
d i p h e n y l c a r b a z i d e  c o l o r i m e t r i c  me thod .  

1.2.2 F o r  t h e  t o t a l  c h r o m i u m  a n a l y s i s  t h e  c o l l e c t e d  
samples  m u s t  b e  p r e p a r e d  i n  o r d e r  t o  c o n v e r t  
o r g a n i c  forms o f  c h r o m i u m  t o  i n o r g a n i c  f o r m s ,  t o  
m i n i m i z e  o r g a n i c  i n t e r f e r e n c e s ,  a n d  t o  c o n v e r t  t h e  
s ample  t o  a s u i t a b l e  s o l u t i o n  f o r  a n a l y s i s .  
S a m p l e s  a r e  t h e n  s u b j e c t e d  t o  an  a c i d  d i g e s t i o n  
p r o c e d u r e .  F o l l o w i n g  t h e  a p p r o p r i a t e  d i s s o l u t i o n  
o f  t h e  s ample ,  a r e p r e s e n t a t i v e  a l i q u o t  i s  p l a c e d  
m a n u a l l y  o r  by means o f  an a u t o m a t i c  s a m p l e r  i n t o  
a g r a p h i t e  t u b e  f u r n a c e .  T h e  s a m p l e  a l i q u o t  i s  
t h e n  s l o w l y  e v a p o r a t e d  t o  d r y n e s s ,  c h a r r e d  
( a s h e d ) ,  a n d  a t o m i z e d .  T h e  a b s o r p t i o n  o f  h o l l o w  
c a t h o d e  r a d i a t i o n  d u r i n g  a t o m i z a t i o n  w i l l  b e  
p r o p o r t i o n a l  t o  t h e  c h r o m i u m  c o n c e n t r a t i o n .  

2. R A N G E ,  SENSITIVITY, PRECISION, A N D  INTERFERENCES 

2.1 R a n g e .  

2.1.1. H e x a v a l e n t  c h r o m i u m .  A s t r a i g h t  l i n e  r e s  onse  
c u r v e  w a s  o b  a i n e d  i n  t h e  r a n g e  1 u g  Crf8/100 m L  

a c c u r a c y  o f  5 10 p e r c e n t ,  t h e  l o w e r  l i m i t  o f  t h e  
to 20 u g  Crf 8 /lo0 mL. F o r  a minimum a n a l y t i c a l  

1 



2 . 2  

2 . 3  

2.4 

2 . 5  

r a n g e  i s  2 ug/100mL. 
e x t e n d e d  b y  a p p r o p r i a t e  d i l u t i o n .  

T h e  u p p e r  l i m i t  c a n  b e  

S e n s i t i v i t y .  

2 .2 .1 .  H e x a v a l e n t  C r o m i u m .  A min imum d e t e c t i o n  l i m i t  'b o f  1 u 3  Cr' / l o 0  mL h a s  b e e n  o b s e r v e d  ( 9 . 1 ) .  

P r e c i s i o n  f o r  h e x a v a l e n t  c h r o m i u m .  The  o v  r a l l  p r e c i s i o n  
f o r  s a m p l e  c o l l e c t i o n  an.d a n a l y s i s  f o r  C r + %  w a s  
d e t e r m i n e d  a t  a f e r r o c h r o m e  smel te r ,  a c h e m i c a l  p l a n t ,  
a n d  .a r e f r a c t o r y  b r i c k  p l a n t .  R e p l i c a t e  Method  5 f i l t e r s  
w i t h  b o t h  h i g h  a n d  l o w  p a r t i c u l a t e  l o a d i n g s  were 
a n a l y z e d .  . T h e  r e l a t i v e  s t a n d a r d  d e v i a t i o n s  were l e s s  
t h a n  10 p e r c e n t  i n  a l l  c a s e s .  

I n t e r f e r e n c e s .  

2 . 4 . 1 .  I n t e r f e r e n c e s  o f  h e x a v a l e n t  c h r o m i u m .  Molybdenum,  
m e r c u r y  a n d  v a n a d i u m  r e a c t  w i t h  d i p l h e n y l c a r b a z i d e  

. t o  f o r n  a c o l o r ;  h o w e v e r ,  a p p r o x i m a t e l y  2 0  mg of 
e l e m e n t s  c a n  b e  p r e s e n t  i n  a s a m p l e  w i t h o u t  
c r e a t i n g  a p r o b l e m .  I r o n  p r o d u c e s  a y e l l o w  c o l o r ,  
b u t  t h i s  e f f e c t  i s  n o t  m e a s u r e d  p h o t o m e t r i c a l l y  
a t  540 nm. No i n t e r f e r e n c e  was o b s e r v e d  a t  t h e  
s o u r c e s  l i s t e d  i n  S e c t i o n  2 . 3 .  

2 . 4 . 2  I n t e r f e r e n c e s  f o r  t o t a l  ch romium.  

2 . 4 . , 2 . 1 .  T h e  l o n g  r e s i d e n c e  t ime a n d  h i g h  
c o n c e n t r a t i o n s  o f  t h e  a t o m i z e d  s a m p l e  i n  
t h e  o p t i c a l  p a t h  o f  t h e  g r a p h i t e  f u r n a c e  
c a n  r e s u l t  i n  severe  p h y s i c a l  a n d  
c h e m i c a l  i n t e r f e r e n c e s .  F u r n a c e  
p a r a m e t e r s  m u s t  b e  o p t i m i z e d  t o  m i n i m i z e  
t h e s e  e f f e c t s .  I f  t h e  a n a l y t e  i s  n o t  
c o m p l e t e l y  v o l a t i l i z e d  a n d  r e m o v e d  f r o m  
t h e  f u r n a c e  d u r i n g  a t o m i z a t i o n ,  memory  
e f f e c t s  w i l l  o c c u r .  If t h i s  s i t u a t i o n  
i s  d e t e c t e d ,  t h e  t u b e  s h o u l d  be c l e a n e d  
by o p e r a t i n g  t h e  f u r n a c e  a t  h i g h e r  
a t o m i z a t i o n  t e m p e r a t u r e s .  

2 . 4 . 2 . 2 .  N i t r o g e n  s h o u l d  n o t  b e  u s e d  a s  t h e  
p u r g e  g a s  b e c a u s e  o f  a p o s s i b l e  CN b a n d  
i n t e r f e r e n c e .  

2 . h . 2 . 3 .  L o w  c o n c e n t r a t i o n s  o f  c a l c i u m  m a y  c a u s e  
i n t e r f e r e n c e s ;  a t  c o n c e n t r a t i o n s  a b o v e  
2 0 0  mg/L c a l c i u m ' s  e f f e c t  is c o n s t a n t .  
C a l c i u m  n i t r a t e  i s  t h e r e f o r e  a d d e d  t o  
ensu re  a known c o n s t a n t  e f f e c t .  

If o t h e r  t e c h n i q u e s  o r  c o n d i t i o n s  a r e  u s e d  i n  t h e  
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. .  a n a l y s i s  o f  t o t a l  c h r o m i u m  a n d / o r  h e x a v a l e n t  c h r o m i u m  i : 
. -  

t h e n  t h e  t e s t e r  i s  r e q u i r e d  t o  s u b s t a n t i a t e  t h e  d a t a .  
t h r o u g h  an a d e q u a t e  q u a l i t y  a s s u r a n c e  p r o g r a m  a p p r o v e d  

. .  b y  t h e  E x e c u t i v e  O f f i c e r .  . .  

. . .  - 2  ,. - : . ~ .  - .  . .  _ .  . . . . . . .  . . .  . .  . .  - _  : .  3.- . A P P A R A T U S  . . . . . .  

. . .  . . . .  .Any o ~ t h e r  s a m p l i n g  a p p a r a t u s  w h i c h .  a f t e r  r e v i e w - b y  : t h e .  ' . . _ . . _  . . . . . .  
E x e c u t i v e  O f f i c e r .  i s  d e e m e d  e q u i v a l e n t  f o r  t h e - p n r p o s e s ~ o f .  . . . ~  : 1 .  . 
t h i s  t e s t  m e t h o d ,  m a y  b e  u s e d .  . L ' & - - ' . -  

. _  
. . ~ .  . . . . . . .  .~ _ .  . , . . ~. . .  . . .  

3.1 S a m p l i n g  T r a i n .  S a m e  a s  C A R B  Method  5 .  See- t ' i on  '2.1. . .  - . .  . .  e x c e p t  u s e  a g l a s s  l i n e d  s t a i n l e s s  s t e e l  probe.. .. . . . . . . .  

3.2 S a m p l e  R e c o v e r y .  S a m e  a s  C A R B  Method 5 ,  S e c t i o n  2.2. 

3.3 A n a l y s i s .  T h e  f o l l o w i n g  a p p a r a t u s  a n d  m a t e r i a l s  a r e  
n e e d e d .  

. . . .  . . .  . . .  . . . .  . .  
~. . .  - . - .  . . . .  - .  -. . : 3.3.1. A n a l y s i s  o f  . h e x a v a l e n t  c h r o m i u m .  . . .  . . . .  

w i t h  w a t c h g l a s s  covers .  . .  

c o n s t r u c t e d  of g l a s s ,  t o  a c c o m m o d a t e  - ' e . . . .  

. .  ~ . . - . . . .  . .  . . .  - -  . . - - c . .: . : - .  . - 
. I. : . . . .  . . .  . .  3.3.1.1. P h i l i p s  B e a k e r s .  B o r o s i l i c a t e .  125mL; 1 - . :  : ::'. ' 

. .  . _ _ .  . . .  

3.3 .1 .2 .  F i l t r a t i o n  A p p a r a t u s .  Vacuum u n i t -  I - .  - 

. . .  . .  . .  . . . . .  

. s i n t e r e d  g l a s s  f u n n e l s .  
. 

3.3.1.3. V o l u m e t r i c  F l a s k s .  100-nL a n d  
o t h e r  a p p r o p r i a t e  v o l u m e s .  

. . .  . .  
. . .  

. . .  3.3.1.4. Hot P l a t e .  . .  
. .  . .  

. .  . . . .  . . .  
. - . . . . . . . .  3.3.1.5. P i p e t t e s .  A s s o r t e d  s i z e s ,  a s  n e e d e d .  . , 

. .  . . . - . . . . . . .  - . .  - - .. _ c .  :. ': 
. . . . . . . . . . . .  . . . . .  - ._ - .  . . . . . . .  3.3.1.6. S p e c t r o p h o t o m e t e r .  T o  m e a s u r e  . . - .  
. . .  . . . .  . .  . . . . . . . . .  . . . .  - a b s o r b a n c e  a t  540nm. . .  

- 
. . .  ... . . . .  - .  . . . . . . .  . . .  - . .  

. . . .  . . . .  . .  . . . . .  . . : I  3.3.2. A n a l y s i s  o f  t o t a l  c h r o m i u m .  . . . .  

. - -  . .  3 .3 .2 .1  A t o m i c  a b s o r p t i o n  s p e c t r o p h o t o m e t e r :  . . .  
- . .  S i n g l e  o r  d u a l  c h a n n e l ,  s i n g l e -  o r  . . . . .  

m o n o c h r o m a t o r ,  p h o t o a u l t i p l i e r  d e t e c e o r ,  . . .  
a d j u s t a b l e  s l i t s ,  a w a v e l e n g t h  r a n g e  o f  . . .  
190 t o  800 nm a n d  p r o v i s i o n s  f o r  . . . .  

. . . . .  . -  - . . . .  . -  - -  _ . .  . . . . .  .. .. 
. . . .  . . . .  . . .  . - .  - . . . . .  . . .  . .  

d o u b l e - b e a m  i n s t r u m e n t  h a v i n g  a g r a t i n g  

. . . .  . . . . .  

. . . . .  

s i m u l t a n e o u s  b a c k g r o u n d  c o r r e c t i o n  and  
. . .  . .  . -  . . . . . . .  i n t e r f a c i n g  w i t h  a s t r i p  c h a r t  r e c o r d e t .  

. . . .  3 . 3 . 2 . 2 .  Chromium h o l l o w  c a t k o d e  l a m p  o r  - .  . 

. . . . . . . . . . . .  . - .  - .  . . . . . . . . . . .  - . . . .  . .  
- .  . .  . . . . . . . .  . .  . .  

. . . .  . . .  

- . . -  . .  
. -. _. . . e l e c t r o d e l e s s  d i s c h a r g e  l a m p .  . . . . . .  

. . . .  . .  . .  . . ~ .  . .  

3 . 3 . 2 . 3 .  G r a p h i t e  f u r n a c e :  Any g r a p h i t e  f u r n a c e  
.. . .  d e v i c e  w i t h  t h e  a p p r o p r i a t e  :temperat:u:re- - . .  
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a n d  t i m i n g  c o n t r o l s .  

s t r o n g l y  r e c o m m e n d e d  f o r  f u r n a c e  work  so 
t h a t  t h e r e  w i l l  b e  a p e r m a n e n t  r e c o r d  a n d  
so t h a t  a n y  problems w i t h  t h e  
a n a l y s i s  s u c h  as  d r i f t ,  i n c o m p l e t e  
a t o m i z a t i o n ,  l o s s e s  d u r i n g  c h a r r i n g ,  
c h a n g e s  i n  s e n s i t i v i t y ,  e tc . ,  can  e a s i l y  
b e  r e c o g n i z e d .  

3 . 3 . 2 . 4 .  S t r i p  c h a r t  r e c o r d e r :  A r e c o r d e r  i s  

4 .  REAGENTS 

U n l e s s  o t h e r w i s e  i n d i c a t e d ,  a l l  r e a g e n t s  m u s t  c o n f o r m  t o  
t h e  s p e c i f i c a t i o n s  e s t a b l i s h e d  b y  t h e  Committee on  A n a l y t i c a l  
R e a g e n t s  o f  t h e  A m e r i c a n  C h e m i c a l  S o c i e t y .  W h e r e  s u c h  
s p e c i f i c a t i o n s  a r e  n o t  a v a i l a b l e ,  use  t h e  b e s t  a v a i l a b l e  g r a d e .  

4 . 1  S a m p l i n g .  S a m e  a s  C A R B  m e t h o d  5 ,  S e c t i o n  3 . 1 .  e x c e p t  
T e f l o n - c o a t e d  g l a s s  f i b e r  f i l t e r s  a r e  u s e d .  Any o t h e r  
s a m p l i n g  m e t h o d  w h i c h ,  a f t e r  review o f  t h e  E x e c u t i v e  
O f f i c e r ,  is d e e m e d  e q u i v a l e n t  f o r  t h e  p u r p o s e s  o f  t h i s  
t e s t  m e t h o d ,  m a y  b e  u s e d .  

4 . 2  S a m p l e  R e c o v e r y .  Same a s  CARB Method  5 ,  S e c t i o n  3 . 2 .  

4 . 3  R e a g e n t s  f o r  h e x a v a l e n t  ch romium.  

4 . 3 . 1  Water. D e i o n i z e d  d i s t i l l e d ,  m e e t i n g  A m e r i c a n  
S o c i e t y  f o r  T e s t i n g  a n d  M a t e r i a l s  (ASTM) 
s p e c i f i c a t i o n  f o r  t y p e  r e a g e n t  - ASTM T e s t  N e t h o d  
D 1 1 9 3 - 7 7 .  T h e  water  s h o u l d  b e  m o n i t o r e d  f o r  
i m p u r i t i e s .  

4 . 3 . 2 .  E x t r a c t i o n  s o l u t i o n .  D i s so lve  20.0 g NaOH a n d  
3 0 . 0  g a n h y d r o u s  Na2C03 i n  wa te r  i n  a 1 - l i t e r  
v o l u m e t r i c  f l a s k ,  a n d  d i l u t e  t o  t h e  mark .  S t o r e  
t h e  s o l u t i o n  i n  a t i g h t l y  c a p p e d  p o l y e t h y l e n e  
b o t t l e .  P r e p a r e  f r e s h  m o n t h l y .  

4 . 3 . 3 .  P o t a s s i u m  D i c h r o m a t e  S t o c k  S o l u t i o n .  D i s s o l v e  
2 . 8 2 9  g of a n a l y t i c a l  r e a g e n t  g r a d e  K C r  0, i n  
v a t  r ,  a n d  d i l u t e  t o  1 l i t e r  (1 mL - 1008 ug 
C r + % ) .  

4 . 3 . 4 .  P o t a s s i u m  D i c h r o m a t e  S t a n d a r d  S o l u t i o n .  D i l u t e  
10.00mL p o t a s s i u m  d i c h r o m a t e  s t o c k  s o l u t i o n  t o  100 
m L  (1  m L  = 1 0 0  u g  H e x a v a 1 e n t C h r o m i u m ) w i t h  w a t e r .  

4 . 3 . 5 .  S u l f u r i c  A c i d ,  6N. D i l u t e  166 mL s u l f u r i c  a c i d  
t o  1000 mL i n  water. 

4 . 3 . 6 .  A c e t o n e .  A c e t o n e  w i l l  be o f  s p e c t r o s c o p i c  g r a d e .  
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4.3.6. A c e t o n e .  A c e t o n e  w i l l  b e  o f  s p e c t r o s c o p i c  g r a d e .  

4 . 3 . 7  D i p h e n y l c a r b a z i d e  S o l u t i o n .  D i s s o l v e  0.5 mg o f  
1, 5 - d i p h e n y c a r b a z i d e  i n  100 mL a c e t o n e .  S t o r e  
i n  a b r o w n  b o t t l e .  D i s c a r d  w h e n  t h e  s o l u t i o n  
b e c o m e s  d i s c o l o r e d .  

4 . 3 . 8  0.1% P o t a s s i u m  P e r m a n g a n a t e  S o l u t i o n  

4 .3 .9  0.01% P o t a s s i u m  P e r m a n g a n a t e  S o l u t i o n  

4 . 4 .  R e a g e n t s  f o r  t o t a l  c h r o m i u m  

5 .  

4 . 4 . 1 .  ASTM T y p e  11 w a t e r  (ASTM D1193):  r e f e r  t o  s e c t i o n  

4 . 4 . 2 .  C o n c e n t r a t e d  n i t r i c  a c i d :  Ac id  s h o u l d  b e  a n a l y z e d  
t o  d e t e r m i n e  l e v e l  o f  i m p b r i t i e s .  If i m p u r i t i e s  
a r e  d e t e c t e d ,  a l l  a n a l y s e s  s h o u l d  be b l a n k -  
c o r r e c t e d .  

4 . 3 . 1 .  

4.4.3. H y d r o g e n  p e r o x i d e  ( 3 0 % )  o p t i o n a l .  

4 .4 .4 .  C a l c i u m  n i t r a t e  s o l u t i o n :  D i s s o l v e  11.8 g o f  
c a l c i u m  n i t r a t e ,  Ca(N03)2.4H20 ( a n a l y t i c a l  r e a g e n t  
g r a d e ) ,  i n  T y p e  I1 water  a n d  d i l u t e  t o  1 l i t e r .  I f  
t h e  i n s t r u m e n t  m a n u f a c t u r e r  r e c o m m e n d s  a d i f f e r e n t  
m a t r i x  m o d i f i e r  t h e n  u s e  t h a t  r e a g e n t .  

4 . 4 . 5 .  Chromium s t a n d a r d  s t o c k  s o l u t i o n  ( 1 0 0 0 m g / L ) :  
E i t h e r  p r o c u r e  a c e r t i f i e d  a q u e o u s  s t a n d a r d  f r o m  a 
s u p p l i e r  ( S p e x  I n d u s t r i e s ,  Alpha  P r o d u c t s ,  o r  
F i s h e r  S c i e n t i f i c )  a n d  v e r i f y  by c o m p a r i s o n  w i t h  a 
s e c o n d  s t a n d a r d ,  d i s s o l v e  2.029 g of  P o t a s s i u m  
D i c h r o m a t e  ( K 2 C r  0,. a n a l y t i c a l  r e a g e n t  g r a d e )  i n  
T y p e  I1 w a t e r  a n 3  d i l u t e  t o  1 l i t e r .  

4 . 4 . 6 .  Chromium w o r k i n g  s t a n d a r d s :  T h e s e  s t a n d a r d s  
s h o u l d  b e  p r e p a r e d  t o  c o n t a i n  1.0% ( v / v )  H N 0 3 ;  
I m L  o f  30% H202 a n d  1 m L  o f  t h e  c a l c i u m  n i t r a t e  
s o l u t i o n  m a y  b e  a d d e d  t o  l e s s e n  i n t e r f e r e n c e s .  

SAMPLE COLLECTION, PRESERVATION, AND H A N D L I N G  

5 . 1  S a m p l e  c o l l e c t i o n .  A l l  s a m p l e s  a r e  c o l l e c t e d  f r o m  t h e  
s o u r c e  b y  u s e  o f  C A R B  M e t h o d  5. 

5 . 2  S a m p l e  h a n d l i n g  a n d  p r e s e r v a t i o n .  All s a m p l e  c o n t a i n e r s  
m u s t  b e  p r e w a s h e d  w i t h  d e t e r g e n t s ,  a c i d s  a n d  T y p e  I1 
w a t e r .  G l a s s  c o n t a i n e r s  a r e  s u i t a b l e .  



6.  PROCEDURES 

6.1 SAMPLE PREPARATION 

6.1.1. T h e  s a m p l e  i s  c o l l e c t e d  i n  t h e  p r o b e ,  i m p i n g e r s  
a n d  f i l t e r s .  T h e  f i l t e r  i s  p l a c e d  i n  c o n t a i n e r  
n u m b e r  1. T h e  p r o b e  is r i n s e d  w i t h  a c e t o n e  
s o l v e n t  a n d  t h e  r i n s e  i s  p l a c e d  i n  c o n t a i n e r  
n u m b e r  2 .  P l a c e  h a l f  t h e  c o n t e n t s  o f  C o n t a i n e r  
Number 2 ( t h e  a c e t o n e  p r o b e  r i n se )  i n  a 125-mL 
P h i l i p s  b e a k e r  A. P l a c e  t h e  o t h e r  h a l f  of  t h e  
c o n t e n t s  of C o n t a i n e r  Number 2 i n  a s e c o n d  125 mL 
P h i l i p s  b e a k e r  B. R i n s e  C o n t a i n e r  Number  2 
w i t h  a c e t o n e  a n d  t r a n s f e r  h a l f  t h e  r i n s e  t o  
b e a k e r  A a n d  t h e  o t h e r  h a l f  o f  t h e  r i n s e  t o  
beaker B. E v a p o r a t e  b o t h  b e a k e r s  t o  d r y n e s s .  
P l a c e  h a l f  t h e  c o n t e n t s  o f  t h e  i m p i n g e r s  i n  
b e a k e r  C a n d  t h e  o t h e r  h a l f  i n  b e a k e r  D. R i n s e  
t h e  i m p i n g e r s  a n d  p l a c e  h a l f  o f  t h e  r i n s e  i n t o  
b e a k e r  C a n d  t h e  o t h e r  h a l f  i n t o  b e a k e r  D. 
E v a p o r a t e  t o  d r y n e s s .  T a k e  t h e  f i l t e r  f r o m  
C o n t a i n e r  Number  1 a n d  d i v i d e  i t  i n t o  q u a r t e r s .  
T a k e  t h e  q u a r t e r s  t h a t  a r e  d i a g o n a l  to e a c h  o t h e r  
a n d  p l a c e  t h e m  i n t o  b e a k e r  E. T h e n  p l a c e  t h e  
o t h e r  t w o  q u a r t e r s  of t h e  f i l t e r  f r o m  C o n t a i n e r  
Number 1 i n t o  b e a k e r  F. C u t  e a c h  f i l t e r  q u a r t e r  
i n t o  smal l  p i e c e s .  S a v e  b e a k e r  A , C  a n d  E f o r  
h e x a v a l e n t  c h r o m i u m  analysis. S a v e  b e a k e r  B.D a n d  
F f o r  t o t a l  c h r o m i u m  a n a l y s i s .  

6 .1 .2 .  If t h e  p a r t i c u l a t e  matter i s  n o t  h o m o g e n e o u s l y  
d i s t r i b u t e d  o n  t h e  f i l t e r ,  o n e  of t h e  f o l l o w i n g  
a l t e r n a t i v e  p r o c e d u r e s  may b e  f o l l o w e d .  

6 .1 .2 .1  T h e  f i r s t  o p t i o n  is t o  s . i m u l t a n e o u s l y  
use t w o  m e t h o d  5 s a m p l i n g  t r a i n s .  T h e  
s a m p l e  f i l t e r  f r o m  o n e  o f  t h e  s a m p l e  
t r a i n s  i s  t o  b e  u s e d  f o r  t o t a l  c h r o m i u m  
a n a l y s i s  a n d  t h e  o t h e r  f i l t e r  f r o m  t h e  
o t h e r  sample t r a i n  w i l l  b e  u s e d  f o r  
h e x a v a l e n t  c h r o m i u m  a n a l y s i s .  

6 . 1 . 2 . 2  T h e  s e c o n d  o p t i o n  i s  t o  c h a n g e  t h e  
e x t r a c t i o n  p r o c e d u r e .  T h e  e n t i r e  f i l t e r  
i s  s u b j e c t e d  f i r s t  t o  t h e  a l k a l i n e  
e x t r a c t i o n ,  f o l l o w e d  b y  f i l t e r i n g  a n d  
t h e n  by a c i d  e x t r a c t i o n .  T h e n  b o t h  
e x t r a c t s  a r e  h a l v e d  and  o n e  a c i d  e x t r a c t  
p o r t i o n  i s  c o m b i n e d  w i t h  o n e  a l k a l i n e  
e x t r a c t  p o r t i o n  f o r  t h e  t o t a l  c h r o m i u m  
a n a l y s i s .  T h e  o t h e r  a l k a l i n e  e x t r a c t  

.. 



p o r t i o n  i s  u s e d  for  h e k a v a l e n t '  c h r o m i u m  
d e t e r m i n a t i o n .  T h e  e x t r a c t i o n  a n d  
a n a l v s i s  DrOCedureS  a r e  i n  S e c t i o n s  6 . 3  

. . . .  . . .  . .  - . .  . -  . . .  
a n d  6.6. ' 

h 

- . .  
. . .  . . .  . .  . .  . . .  , -  . .  .; : . _  - .  ' 6 . 2  R e m o v a l  of r e d u c i n g  a g e n t s  i n  t h e  r e a g e n t s .  T h e  

. .  e x t r a c t i o n  s o l u t i o n  ( 4 . 3 . 2 )  a n d  t h e  6N s u l f u r i c  a-ci-d T .  . . . . .  
. .  

. .  - , . .  . . . . . .  s o l u t i o n  m a y  c o n t a i n  s m a l l  a m o u n t s  o f  r e d u c i n g  agents: . - .  - . .  ' 
t h a t  c a n  r e a c t  w i t h  t h e  h e x a v a l e n t  c h r o m i u m .  P o t ' a s s i u m  . 

. p e r m a n g a n a t e  i s  a d d e d  t o  t h e s e  r e a g e n t s  i n  o r d e r . t o - . ' :  . 
n e u t r a l i z e  t h e s e  r e d u c i n g  a g e n t s .  
P i p e t t e  3 mL o f  t h e  e x t r a c t i o n  s o l u t i o n  i n t o  cuvet ' t -es ' .A ' 

. . .  a n d  B. Use c u v e t t e  A a s  a s a m p l e  c e l l  a n d  c u v e t t ' e . - B  a.s a: :~ - -  
r e f e r e n c e  c e l l .  Z e r o  t h e  i n s t r u m e n t  a t  5 2 8  nm w i t h '  bo-th"- - <  
c u v e t t e s .  Wait 10 m i n u t e s .  Add a n  a d e q u a t e  a m o u n t  (uL). ~ - 
o f  0.01% p o t a s s i u m  p e r m a n g a n a t e  s o l u t i o n  t o  ( 4 . 3 . 9 ) :  
c u v e t t e  A .  Enough s h o u l d  b e  a d d e d  so t h a t  a f t e r  IO- - 
m i n u t e s  a s l i g h t  c h a n g e  i n  a b s o r b a n c e  i s  o b s e r v e d . + .  T h i s  
s t e p  m a y  h a v e  t o  b e  r e p e a t e d  a n u m b e r  of t i m e s  i n  o r d e r ' .  
t o  d e t e r m i n e  t h e  r e q u i r e d  a m o u n t  of  p o t a s s i u m  perm'an-gante  - - . 

t h a t  is r e q u i r e d .  From t h e  c h a n g e  i n  a b s o r b a n c e ,  - C . . .  - "  
c a l c u l a t e  t h e  a m o u n t  o f  p o t a s s i u m  p e r m a n g a n a t e  t h a X  %=i::f 

.~ . .  
.I ~ 

. .  . .  - .  . . .  
. .  

. . .  
. .  

. -  . .  - .  . 
. . . .  - . .  

. .  . . . .  

. . .  

. .  
. .  

. .  

. .  

. . .  

'' - : e 
. . . .  - ' n e e d e d  t o  n u e t r a l i z e  t h e  r e d u c i n g  a g e n t s  fou-nd in:t 'h:e ' .  . - z  -: 

. . .  . - :  

. . . .  . .  . .  o f  m i l l i e q u i v a l e n t s  o f  r e d u c i n g  a g e n t s  i n  t h e  reagents5:" c . .  - r .  - 

. .  . .  
. . . . . . .  . . .  . .  - ~- . -  . - . .  . . . .  . .  

. . . . .  . .  . . . .  . .  . .  
... . . .  . . .  , . - . .  ... . . . . .  

- L -  _ .  ~. 
. . . .  . .  r e a g e n t s .  T h e n  p i p e t t e  t h e  p r o p e r  v o l u m e  of high-e-f  - - .  . .  

c o n c e n t r a t i o n  0.1% p o t a s s i u m  p e r m a n g a n a t e  s o l u t i o n  i n t o  I 
t h e  r e a g e n t s .  T h i s  i s  d o n e  by a s s u m i n g  t h a t  t h e  n u m b e l  - .~ 

. . .  . .  a r e  e q u a l  t o  t h e  number  o f  m i l l i e q u i v a l e n t s  o f  O . ; l % > ' ' : - + - :  . _ _  
~. 

. . . . . . .  
p o t a s s i u m  p e r m a n g a n a t e ,  p i p e t t e d .  T h i s  p r o c e d u r e  i-s . . 

r e p e a t e d  w i t h  t h e  6N s u l f u r i c  a c i d  s o l u t i o n .  
. .  . .  . . . .  

~. 
. . .  . .  . .  6 . 3  H e x a v a l e n t  Chromium s a m p l e  p r e p a r a t i o n .  

.1. S a m p l e  d i g e s t i o n  a n d  p r e p a r a t i o n .  T o  b e a k e r  (A) a d ' d : 2 5  
.. . . .  . . . .  mL o f  a l k a l i n e  d i g e s t i o n  s o l u t i o n  ( S e c t i o n  4 . 3 . 2 ) .  . Sha.ke . . . .  , - .. - . - .... - _ _. . -  .... - 

- .  . .. . _  s o l u t i o n  a t  room tempera ture  f o r  30 m i n u t e s .  . . . .  . . .  . .  . .  _.. _ .  - - 
. . . . . . .  . .  . ' ~ . -  Q u a n t i t a t i v e l y  t r a n s f e r  t h e  s o l u t i o n  t o ' t h e  f i l t r a t i o n  . .  . . . . .  . .  . . .  a p p a r a t u s  w i t h  water.  F i l t e r  t h e  s o l u t i o n  t h r o u g h  t h e  . .  - 

. . . . .  . . . . .  
. . . .  . . . .  . . ' s i n t e r e d  g l a s s  f u n n e l  i n t o  a 150mL r e c i e v i n g  b e a k e r .  

. .  
. .  . . . .  . .  

. . . . . . . . . .  ~ 

' T r a n s f e r  t h e  f i l t r a t e  f r o m  t h e  f i l t e r  f l a s k  . . . . . . .  . . . . .  . . .  . . . .  
. . .  . . . . .  - - .  

q u a n t i t a t i v e l y  t o  a lOOmL v o l u m e t r i c  f l a s k .  F i l l  t o  a 
. .  - v o l u m e  o f  a p p r o x i m a t e l y  75mL t o  85mL. - .. - 

- . . .  . . . . . .  . . .  A d j u s t  t h e  pH t o  I+  0.2 w i t h  6N p e r c e n t  s u l f u r i c - a c i d : :  - .  
. 

. .  . . . .  
. . .  . .  - ' S h a k e  c a r e f u l l y  t o - r e l e a s e  c a r b o n  d i o x i d e .  Add 2.0 m l  o f  

d i p h e n y l c a r b a z i d e  s o l u t i o n ,  a n d  d i l u t e  t o  v o l u m e  w i t h  . . . .  
. .  . . . . . .  . .  

. . .  water. A l l o w  t h e  s o l u t i o n  t o  s t a n d  a b o u t  10 m i n u t e s  f o r  : .  . .  : . - . . . . . .  . . . .  
. . . . .  .~ . . .  c o l o r  d e v e l o p m e n t .  F o r  e a c h  s e t  o f  s a m p l e s  a n a l y z e d .  

- -  - - .  . . - :  t h e  s ame  w a y .  T r a n s f e r  a p o r t i o n  o f  t h e  s a m p l e  t o  a 5-cm . .  . -  

. . .  o p t i m u m  w a v e l e n g t h  o f  5 4 0 , n m .  M e a s u r e  a n d  s u b t r a c t  t h e  I -  ' 

? . .  . . .  . . .  
1 -  - - ' - t r e a t  a n  i d e n t i c a l  a l i q u o t  of r e a g e n t  b l a n k  s o l u t i o n  i n  - .  - 

. -  . . .  _ . - -  
. .  - - . . .  . . . . . . .  - . . -  

. . - - -  . .  . - .  . . . . . .  .. . . . . . .  
- - .  

a b s o r p t i o n  c e l l ,  a n d  measure t h e  a b s o r b a n c e  a t  t h e  

r e a g e n t  b l a n k  a b s o r b a n c e  r e a d i n g ,  if a n y ,  t o  o b t a i n  a n e t  
r e a d i n g .  If t h e  a b s o r b a n c e  f t h e  sample  e x c e e d s  t h e  
a b s o r b a n c e  o f  t h e  100 ug C r + 8  s t a n d a r d  a s  d e t e r m i n e d  i n  

. . . . . . . . . .  
- 

. . . .  - -  ~ . -  
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S e c t i o n  7.2.2, d i l u t e  t h e  s a m p l e  a n d  t h e  r e a g e n t  b l a n k  
w i t h  e q u a l  v o l u m e s  o f  water. R e p e a t  t h i s  p r o c e d u r e  f o r  
b e a k e r s  C a n d  E. 

6.3.1 R e a g e n t  B l a n k  P r e p a r a t i o n .  T a k e  a 
. r e p r e s e n t a t a t i v e  a m o u n t  o f  a c e t o n e  a n d  a b l a n k  

Method  5 f i l t e r  a n d  p r o c e e d  a s  i n  S e c t i o n  6.3. 

6.3.2 S i l i c a  Gel W e i g h i n g .  Weigh  t h e  s p e n t  
s i l i c a  g e l  ( C o n t a i n e r  Number 3) o r  s i l i c a  g e l  
p l u s  i m p i n g e r  t o  t h e  n e a r e s t  0.5 g u s i n g  a 
b a l a n c e .  T h i s  s t e p  may b e  c o n d u c t e d  i n  t h e  
f i e l d .  

6.3.3 A n a l y s i s .  

6 . 3 . 4  C h e c k  f o r  M a t r i x  E f f e c t s  o t h e  Cr+6 R e s u l t s .  
S i n c e  t h e  a n a l y s i s  f o r  Cr+{ by c o l o r i m e t r y  i s  
s e n s i t i v e  t o  t h e  c h e m i c a l  c o m p o s i t i o n  o f  t h e  
s a m p l e  ( m a t r i x  e f f e c t s ) ,  t h e  a n a l y s t  s h a l l  c h e c k  
a t  l e a s t  o n e  s a m p l e  from e a c h  s o u r c e  u s i n g  t h e  
m e t h o d  o f  a d d i t i o n s  a s  f o l l o w s :  O b t a i n  t w o  e q u a l  
v o l u m e  a l i q u o t s  of - t h e  same s a m p l e  s o l u t i o n .  T h e  
a l i q u o  s s h o u l d  e a c h  c o n t a i n  b e t w e e n  6 a n d  10 ug  
o f  C r + k  ( l e s s  i f  n o t  p o s s i b l e ) .  S p i k e  o n e  o f  t h e  
a l i q u o t s  w i t h  a n  a l i q u o t  o f  s t a n d a r i  s o l u t i o n  t h a t  
c o n t a i n s  between 6 a n d  10 ug o f  C r +  . Now t r e a t  
b o t h  t h e  s p i k e d  a n d  u n s p i k e d  s a m p l e  a l i q u o t s  a s  
des  r i b e d  i n  S e c t i o n  6.3. N e x t ,  c a l c u l a t e  t h e  
Cr+'  mass C s ,  i n  ug  i n  t h e  a l i q u o t  o f  t h e  u n s p i k e d  
sample  s o l u t i o n  by u s i n g  t h e  f o l l o w i n g  e q u a t i o n :  

C s  = Ca & 
A t - A s  

Eq. 1 

w h e r e  : 

Ca = Cr+6 i n  t h e  s t a n d a r d  s o l u t i o n ,  

A s  = A b s o r b a n c e  of t h e  u n s p i k e d  s a m p l e  s o l u t i o n .  

A t  = A b s o r b a n c e  o f  t h e  s p i k e d  sample s o l u t i o n .  

Volume c o r r e c t i o n s  w i l l  n o t  b e  r e q u i r e d  s i n c e  t h e  
s o l u t i o n s  a s  a n a l y z e d  h a v e  been made  t o  t h e  same 
f i n a l  v o l u m e .  I f  t h e  r e s u l t s  o f  t h e  m e t h o d  o f  
s t a n d a r d  a d d i t i o n s  p r o c e d u r e  u s e d  on t h e  s i n g l e  
s o u r c e  s a m p l e  d o  n o t  agree  t o  w i t h i n  10  p e r c e n t  
of  t h e  v a l u e  o b t a i n e d  b y  t h e  r o u t i n e  
s p e c t r o p h o t o m e t r i c  a n a l y s i s ,  t h e n  r e a n a l y z e  a l l  
s a m p l e s  f r o m  t h e  s o u r c e  u s i n g  t h i s  m e t h o d  o f  
s t a n d a r d  a d d i t i o n s  p r o c e d u r e .  

ug.  



6 . 4  T o t a l  Chromium S a m p l e  P r e p a r a t i o n .  

6 . 4 . 1  Add l O m l  o f  c o n c .  n i t r i c  a c i d  t o  t h e  s a m p l e  i n  t h e  
b e a k e r ( B ) .  C o v e r  t h e  b e a k e r  w i t h  a w a t c h  g l a s s .  
P l a c e  t h e  b e a k e r  on a h o t  p l a t e  a n d  r e f l u x  t h e  
s a m p l e  down t o  2-3mL. Add a n o t h e r  5mL n i t r i c  a c i d  
t o  c o m p l e t e  d i g e s t i o n .  Ref lu . :  t h e  s a m p l e  v o l u m e  
down t o  1mL. 

6 . 4 . 2 .  Wash down  t h e  b e a k e r  w a l l s  a n d  w a t c h  g l a s s  w i t h  
d i s t i l l e d  water a n d  f i l t e r  t h e  s a m p l e  t o  r e m o v e  
s i l i c a t e s  a n d  o t h e r  i n s o l u b l e  m a t e r i a l  t h a t  c o u l d  
c l o g  t h e  n e b u l i z e r .  F i l t r a t i o n  s h o u l d  b e  d o n e  
o n l y  i f  t h e r e  i s  c o n c e r n  t h a t  i n s o l u b l e  m a t e r i a l s  
may c l o g  t h e  n e b u l i z e r .  A d j u s t  t h e  v o l u m e  t o  
50 mL o r  a p r e d e t e r m i n e d  v a l u e  b a s e d  o n  t h e  
e x p e c t e d  m e t a l  c o n c e n t r a t i o n s .  T h e  s a m p l e  i s  now 
r e a d y  f o r  a n a l y s i s .  T h e  a p p l i c a b i l i t y  o f  a s a m p l e  
p r e p a r a t i o n  t e c h n i q u e  m u s t  b e  d e m o n s t r a t e d  by  
a n a l y z i n g  s p i k e d  s a m p l e s  a n d / o r  r e l e v a n t  s t a n d a r d  
r e f e rence  m a t e r i a l s .  

6 . 4 . 3  T h e  357.9-nm w a v e l e n g t h  l i n e  s h a l l  b e  u s e d .  

6 . 4 . 4  F o l l o w  t h e  m a n u f a c t u r e r ' s  o p e r a t i n g  i n s t r u c t i o n s  
f o r  a l l  o t h e r  s p e c t r o p h o t o m e t e r  p a r a m e t e r s .  

6 . 4 . 5  F u r n a c e  p a r a m e t e r s  s u g g e s t e d  by t h e  m a n u f a c t u r e r  
s h o u l d  b e  e m p l o y e d  a s  g u i d e l i n e s .  S i n c e  
t e m p e r a t u r e - s e n s i n g  m e c h a n i s m s  a n d  t e m p e r a t u r e  
c o n t r o l l e r s  can  v a r y  b e t w e e n  i n s t r u m e n t s  o r  w i t h  
t ime ,  t h e  v a l i d i t y  of t h e  f u r n a c e  p a r a m e t e r s  m u s t  
b e  p e r i o d i c a l l y  c o n f i r m e d  by s y s t e m a t i c a l l y  
a l t e r i n g  t h e  f u r n a c e  p a r a m e t e r s  w h i l e  a n a l y z i n g  a 
s t a n d a r d .  I n  t h i s  m a n n e r ,  l o s s e s  o f  a n a l y t e  d u e  
t o  h i g h e r  t h a n  necessary  t e m p e r a t u r e  s e t t i n g s  o r  
l o s s e s  i n  s e n s i t i v i t y  d u e  t o  less t h a n  o p t i m u m  
s e t t i n g s  c a n  b e  m i n i m i z e d .  S i m i l a r  v e r i f i c a t i o n  
o f  f u r n a c e  p a r a m e t e r s  m a y  b e  r e q u i r e d  f o r  c o m p l e x  
s a m p l e  m a t i c e s .  

6 . 4 . 6  I n j e c t  a m e a s u r e d  U L  a l i q u o t  o f  s a m p l e  i n t o  t h e  
f u r n a c e  a n d  a t o m i z e .  I f  t h e  c o n c e n t r a t i o n  f o u n d  
is g r e a t e r  t h a n  t h e  h i g h e s t  s t a n d a r d ,  t h e  s ample  
s h o u l d  b e  d i l u t e d  i n  t h e  same a c i d  m a t r i x  a n d  
r e a n a l y z e d .  T h e  use o f  m u l t i p l e  i n j e c t i o n s  c a n  
i m p r o v e  a c c u r a c y  a n d  h e l p  d e t e c t  f u r n a c e  
p i p e t t i n g  e r ro r s .  

6 . 4 . 7  Repeat  p r o c e d u r e  ( 6 . 4 )  f o r  b e a k e r s  D a n d  F .  
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7 .  CALIBRATION 

7 . 1  S a m p l i n g  T r a i n .  P e r f o r m  a l l  o f  t h e  c a l i b r a t i o n s  

7 . 2  C a l i b r a t i o n  H e x a v a l e n t  C h r o o i u m  

d e s c r i b e d  i n  C A R B  Method  5 ,  S e c t i o n  5 .  

7 . 2 . 1  Opt imum W a v e l e n g t h  D e t e r m i n a t i o n .  C a l i b r a t e  t h e  
w a v e l e n g t h  s c a l e  of  t h e  s p e c t r o p h o t o m e t e r  every 6 
mon ths .  T h e  c a l i b r a t i o n  may b e  a c c o m p l i s h e d  by 
u s i n g  a n  e n e r g y  s o u r c e  w i t h  a n  i n t e n s e  l i n e  
e m i s s i o n  s u c h  a s  a m e r c u r y  l a m p ,  o r  by  u s i n g  a 
s e r i e s  o f  g l a s s  f i l t e r s  s p a n n i n g  t h e  m e a s u r i n g  
r a n g e  o f  t h e  s p e c t r o p h o t o m e t e r .  C a l i b r a t i o n  
m a t e r i a l s  a r e  a v a i l a b l e  c o m f f i e r c i a l l y  a n d  f r o m  t h e  
N a t i o n a l  B u r e a u  o f  S t a n d a r d s .  S p e c i f i c  d e t a i l s  on 
t h e  u s e  o f  s u c h  m a t e r i a l s  s h o u l d  b e  s u p p l i e d  by  
t h e  v e n d o r ;  g e n e r a l  i n f o r m a t i o n  a b o u t  c a l i b r a t i o n  
t e c h n i q u e s  can b e  o b t a i n e d  f r o m  g e n e r a l  r e f e r e n c e  
b o o k s  o n  a n a l y t i c a l  chemis t ry .  T h e  w a v e l e n g t h  
s c a l e  o f  t h e  s p e c t r o p h o t o m e t e r  m u s t  r e a d  c o r r e c t l y  
w i t h i n  +5 nm a t  a l l  c a l i b r a t i o n  p o i n t s ;  o t h e r w i s e ,  
t h e  s p e F t r o p h o t o m e t e r  s h a l l  b e  r e p a i r e d  a n d  
r e c a l i b r a t e d .  O n c e  t h e  w a v e l e n g t h  s c a l e  o f  t h e  
s p e c t r o p h o t o m e t e r  is i n  proper c a l i b r a t i o n ,  u s e  
540 nm a s  t h e  o p t i m u m  w a v e l e n g t h  f o r  t h e  
m e a s u r e m e n t  o f  t h e  a b s o r b a n c e  o f  t h e  s t a n d a r d s  
a n d  s a m p l e s .  

A l t e r n a t i v e l y ,  a s c a n n i n g  p r o c e d u r e  may b e  
e m p l o y e d  t o  d e t e r m i n e  t h e  p r o p e r  m e a s u r i n g  
w a v e l e n g t h .  I f  t h e  i n s t r u m e n t  is a d o u b l e - b e a m  
s p e c t r o p h o t o m e t e r ,  s c a n  t h e  p e c t r u m  b e t w e e n  530 
a n d  5 5 0  nm u s i n g  a 5 0  u g  C r + ' s t a n d a r d  s o l u t i o n  
i n  t h e  s a m p l e  c e l l  a n d  a b l a n k  s o l u t i o n  i n  t h e  
r e f e r e n c e  c e l l .  If a p e a k  d o e s  n o t  o c c u r ,  t h e  
s p e c t r o p h o t o m e t e r  i s  m a l f u n c t i o n i n g  a n d  s h o u l d  b e  
r e p a i r e d .  When a p e a k  is o b t a i n e d  w i t h i n  t h e  530 
t o  5 5 0  nm r a n g e ,  t h e  w a v e l e n g t h a t  w h i c h  t h i s  
p e a k  o c c u r s  s h a l l  b e  t h e  o p t i m u m  w a v e l e n g t h  f o r  
t h e  m e a s u r e m e n t  o f  a b s o r b a n c e  o f  b o t h  t h e  
s t a n d a r d s  a n d  t h e  s a m p l e s .  F o r  a s i n g l e - b e a m  
s p e c t r o p h o t o m e t e r ,  f o l l o w  t h e  s c a n n i n g  p r o c e d u r e  
d e s c r i b e d  a b o v e ,  e x c e p t  t h a t  t h e  b l a n k  a n d  
s t a n d a r d  s o l u t i o n s  s h a l l  b e  s c a n n e d  s e p a r a t e l y .  
The  o p t i m u m  w a v e l e n g t h  s h a l l  b e  t h e  w a v e l e n g t h  a t  
w h i c h  t h e  maximum d i f f e r e n c e s  i n  a b s o r b a n c e  
b e t w e e n  t h e  s t a n d a r d  a n d  t h e  b l a n k  o c c u r s .  

7 . 2 . 2  S p e c t r o p h o t o m e t e r  C a l i b r a t i o n .  E i t h e r  (1) r u n  a 
s e r i e s  o f  c h r o m i u m  s t a n d a r d s  a n d  c o n s t r u c t  a 
c a l i b r a t i o n  c u r v e  by p l o t t i n g  t h e  c o n c e n t r a t i o n s  
o f  t h e  s t a n d a r d s  a g a i n s t  t h e  a b s o r b a n c e s  o r  ( 2 )  
f o r  t h e  m e t h o d  o f  s t a n d a r d  a d d i t i o n s ,  p l o t  a d d e d  
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. .  

- - .  . . . . .  . . .  
c o n c e n t r a t i o n  ve r sus  a b s o r b a n c e .  S e e  s e c t i o n  
6.3.4 f o r  t h e  u s e  of  t h e  m e t h o d ' o f  s t a n d a r d  : :  
a d d i t i o n s .  . .  ~ 

. . . . .  . .  

7.2.2.1 

. .  . .  
- -  . . . . . . . . .  - - .  . .  . . . .  

. . . . . . .  . .  . - . . , 

_ .  
. .  

. . .  

I 7.3 C a l i b r a t i o n  o f  

S p e c t r o p h o t o m e t e r  C a l i b r a t i o n ,  Q u a l i t y  ~ . I : . . . .  , . 

o b t a i n e d  f o r  e a c h  s t a n d a r d  b y . t h e  Kc . . -  - - , - . .  . . - 

t h e  d i s t a n c e  e a c h  c a l i b r a t i o n  p o i n t , l i e s ,  - . . .  

C o n t r o l .  M u l t i p l y  t h e  a k s o r b a n c e  v a l u e  

f a c t o r  ( l e a s t  s q u a r e s  s l o p e )  t o  d e t i i m i n e : : . , .  : :  

f r o m  t h e  t h e o r e t i c a l  c a l i b r a t i o n  line.. . :- = -  . . .  = - .  
T h e s e  c a l c u l a t e d  c o n c e n t r a t i o n  v a l u e s  i i :  . : . .  . 

s h o u l d  n o t  d i f f e r  f r o m  t h e  a c t u a l  ::. : 

c o n c e n t r a t i o n  (1.e.. 5., 10,  25, 50:,i75-, : :  . . .  j .  1- 
a n d  100 u g  C r + g )  by more t h a n  

s t a n d a r d s .  . .  

T o t a l  Chromium 

. . . .  

. .  

p e r c e n t :  ~. : 1 .  :. 
. .  ( t o  b e  d e t e r m i n e d )  f o r  f i v e  o f  t h e  s i x  ~ . .  

. .  . . .  . .  

. .  . .~ . .  ~. . . .  
. .  - .  . . .  . . . . .  . 7.3.1. E i t h e r  (1) r u n  a s e r i e s  o f  c h r o m i u m  s t a n d a r d s i a n d - i  - - 

_ .  . . . . .  - .  . c o n c e n t r a t i o n s  o f  t h e  s t a n d a r d s  a g a i n s t  t h e . . .  .; $ 7 :  - -  : - :  

. .  . .  a d d i t i o n s ,  p l o t  a d d e d  c a n c e n t r a t i o n  v e r s u s  : - : :  'I - .  

. . . .  . . . . .  - .  . .  c o n s t r u c t  a c a l i b r a t i o n  c u r v e  by p l o t t i n g  t h e l r ; .  . - . - .  

. . . .  . . .  a b s o r b a n c e s  o r  (2) f o r  t h e  m e t h o d  o f  s t a n d a r d , : :  .. T I  . .  

a b s o r b a n c e .  F o r  i n s t r u m e n t s  t h a t  r e a d  d i r e c s l y . .  i n : .  :. . 
c o n c e n t r a t i o n ,  se t  t h e  c u r v e  c o r r e c t o r  t o  r e a d t o u t -  + - .  

. .  .. t h e  p r o p e r  c o n c e n t r a t i o n .  . .  . . . . . . .  

s a m p l e  i n j e c t i o n s .  S t a n d a r d s  a r e  r u n  i n  p a r € : . :  . e .  : .  . ~ 

. .  . .  t o  m o n i t o r  t h e  l i f e  a n d  p e r f o r m a n c e  o f  t h e  . : .  - :  :- :. , 

7.3.2. Run a c h e c k  s t a n d a r d  a f t e r  a p p r o x i m a t e l y  e v e r y -  lor-. ..:'. 

. . .  , . .  . .  g r a p h i t e  t u b e .  L a c k  o f  r e p r o d u c i b i l i t y  o r  : = '. : T~ : { - I -. : - . .  . .  . .  ~ . . . . . . . .  
~ . .  ~. . . . .  s i g n i f i c a n t  c h a n g e  i n  t h e  s i g n a l  f o r  t h e  s t a n d a r d :  ;.: .-:: 

: .  . . . . . . . . . . .  i n d i c a t e s  t h a t  t h e  t u b e  s h o u l d  b e  r e p l a c e d . :  -. - : : + 

. . . . . . . . . .  - .  . .  .7+.3.3. D u p l i c a t e s ,  s p i k e d  s a m p l e s ,  a n d  c h e c k  s t a n d a r d s : : :  I I 

. . . . . . . . . . . . . .  

. . . . . . . .  . .  
. .  . . . . . . . .  - = . . - . - . . - . - -  - . .  . . . . . . .  . . . . . . . . . . . .  

. . . . . . . . . . . . .  
. . .  . . . . . .  - .~ . . . . . . . . . . . .  . .  s h o u l d  b e  r o u t i n e l y  analyzed.  - .  

. .  
. . . .  .~ . .  ': 

. . .  . . . .  
. . . .  - .  . . . . .  

. .  

. -  

. . . .  
. . .  . - .  . .  

- . . . . . .  - . . .  
. - .  . . .  

. . . . . .  . .  

. .  ... . . -  
. . . . .  

~. 

. .  
. .  . .  
. .  ~. . . .  
. .  . . . .  

. .  . .  
. . .  _ .  . .  

7.3.4 

. .  

7.3.5. 

. . .  . -  . . . .  . . .  .~ - .  
C a l c u l a t e  meta l  c o n c e n t r a t i o n s  by ( 1 )  t h e  m e t h o d :  : :  . : .  ::, 
of s t a n d a r d  a d d i t i o n s ,  o r  (2)  from a c a l i b r a t i o n . :  I i..::. - ? -  

c u r v e ,  o r  (3) d i r e c t l y  from t h e  i n s t r u m e n t ' s : ;  ::-:: :- - 

c o n c e n t r a t i o n  f a c t o r s  m u s t  b e  t a k e n  i n t o  accoy-ne.: + : : .  : 
C o n c e n t r a t i o n s  r e p o r t e d  f o r  m u l t i p h a s e d  o r  wet- ::. E 
s a m p l e s  m u s t  b e  a p p r o p r i a t e l y  q u a l i f i e d  (e.g., 5: : .  . - 

. . . . . . . . . .  c o n c e n t r a t i o n  r e a d o u t .  A l l  d i l u t i o n  o r  . -  . . . . . . . . . . .  

. . . . . . . . . . . .  . u g / g  d r y  w e i g h t ) .  .. . .  
. . . . . . . . . . .  ... . .  . . . . . . . . . . . .  

C a l i b r a t i o n  c u r v e s  m u s t  b e  c o m p o s e d  o f  a min imum 
o f  a b l a n k  a n d  t h r e e  s t a n d a r d s .  A c a l l b r a t i o n :  I: I 
c u r v e  s h o u l d  b e  made  f o r  e v e r y  h o u r  o f  c o n t l b . i o u s  I: l:T 

. . . . . .  . .  
. .  

. .  s a m p l e  a n a l y s i s .  . . . . . . . . .  
. . . .  . . . . . .  

. . . .  . . .  
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7 . 3 . 6 .  D i l u t e  s a m p l e s  i f  t h e y  a r e  m o r e  c o n c e n t r a t e d  t h a n  
t h e  h i g h e s t  s t a n d a r d  o r  i f  t h e y  f a l l  on t h e  
p l a t e a u  o f  a c a l i b r a t i o n  curve.  

7 . 3 . 7  Employ  a m i n i m u m  o f  o n e  b l a n k  p e r  s ample  b a t c h  t o  
d e t e r m i n e  i f  c o n t a m i n a t i o n  o r  a n y  memory e f f e c t s  
a r e  o c c u r r i n g .  

T h e  b l a n k s  a r e  p r e p a r e d  i n  t h e  f o l l o w i n g  m a n n e r .  
O b t a i n  a c l e a n  u n u s e d  f i l t e r  a n d  f o l l o w  t h e  
p r o c e d u r e  i n  S e c t i o n s  6 . 4 . 1  a n d  6 . 4 . 2 .  

15 s a m p l e s .  
7 . 3 . 8 .  A n a l y z e  c h e c k  s t a n d a r d s  a f t e r  a p p r o x i m a t e l y  e v e r y  

7 . 3 . 9 .  Run one d u p l i c a t e  sample  f o r  e v e r y  10 samples. A 
d u p l i c a t e  s a m p l e  i s  a s a m p l e  b r o u g h t  t h r o u g h  t h e  
w h o l e  s a m p l e  p r e p a r a t i o n .  

7 . 3 . 1 0  S p i k e d  s a m p l e s  o r  s t a n d a r d  r e f e r e n c e  m a t e r i a l s  
s h a l l  b e  p e r i o d i c a l l y  e m p l o y e d  t o  e n s u r e  t h a t  
c o r r e c t  p r o c e d u r e s  a r e  b e i n g  f o l l o w e d  a n d  t h a t  a l l  
e q u i p m e n t  i s  o p e r a t i n g  p r o p e r l y .  

7 . 3 . 1 1  T h e  m e t h o d  o f  s t a n d a r d  a d d i t i o n s  s h a l l  b e  u s e d  f o r  
t h e  a n a l y s i s  o f  a l l  E P  e x t r a c t s ,  o r  w h e n e v e r  a n e w  
s a m p l e  m a t r i x  i s  b e i n g  a n a l y z e d .  

7 . 3 . 1 2  T h e  c o n c e n t r a t i o n  of a l l  c a l i b r a t i o n  s t a n d a r d s  
s h o u l d  b e  v e r i f i e d  a . g a i n s t  a q u a l i t y  c o n t r o l  c h e c k  
sample o b t a i n e d  f r o m  an o u t s i d e  s o u r c e .  

7 . 3 . 1 3  A l l  q u a l i t y  c o n t r o l  d a t a  s h o u l d  b e  m a i n t a i n e d  a n d  
a v a i l a b l e  f o r  e a s y  r e f e rence  o r  i n s p e c t i o n .  

7 . 4  E m i s s i o n  C a l c u l a t i o n s  
C a r r y  o u t  t h e  c a l c u l a t i o n s ,  r e t a i n i n g  a t  l e a s t  o n e  
e x t r a  d e c i m a l  f i g u r e  b e y o n d  t h a t  o f  t h e  a c q u i r e d  d a t a .  
Round o f f  f i g u r e s  a f t e r  f i n a l  c a l c u l a t i o n s .  

7 . 4 . 1  T o t a l  r+6  i n  S a m p l e .  Calcu. la te  m C h ,  t h e  t o t a l  
u g  Cr"  i n  s a m p l e .  T h i s  c a n  b e  o b t a i n e d  f r o m  t h e  
c a l i b r a t i o n  c u r v e  o r  f r o m  t h e  m e t h o d  o f  s t a n d a r d  
a d d i t i o n s .  N o t e  t h a t  m c h  is t h e  s u m  o f  t h e  masses 
o f  h e x a v a l e n t  c h r o m i u m  a n a l y s e s  p e r f o r m e d  o n  t h e  
c o n t e n t s  o f  b e a k e r s  B .  D a n d  F. A l s o  t a k e  i n  
a c c o u n t  t h e  d i l u t i o n s  w h e n  c a l c u l a t i n g  m c h .  

7 . 4 . 2  T o t a l  C h r o m i u m  i n  t h e  S a m p l e .  C a l c u l a t e  m c t ,  t h e  
t o t a l  u g  o f  C h r o m i u m  i n  t h e  sample.  T h i s  c a n  b e  
o b t a i n e d  f r o m  t h e  c a l i b r a t i o n  c u r v e  o r  f r o m  t h e  
m e t h o d  o f  s t a n d a r d  a d d i t i o n s .  N o t e  t h a t  a c t  is 
t h e  s u m  o f  t h e  masses o f  t o t a l  c h r o m i u m  a n a l y s e s  
p e r f o r m e d  o n  t h e  c o n t e n t s  o f  b e a k e r s  A , C  a n d  E .  
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Also t a k e  i n t o  a c c o u n t  t h e  necessa ry  d i l u t i o n s  
w h e n  c a l c u l a t i n g  o u t  m c t .  

Or i f ice  P r e s s u r e  D r o p .  S a m e  a s  M e t h o d  5 ,  S e c t i o n  
6 . 2 .  

7 .4 .3  A v e r a g e  D r y  Gas Meter T e m p e r a t u r e  a n d  A v e r a g e  

7 .4 .4  D r y  G a s  Vo lume ,  Vo lume  of Water V a p o r ,  M o i s t u r e  
C o n t e n t .  S a m e  a s  M e t h o d  5,  S e c t i o n s  6.3. 6.4,  
a n d  6.5, r e s p e c t i v e l y .  

( g / d s c m ) ,  t h e  Cr+g c o n c e n t r a t i o n  i n  t h e  s t a c k  
g a s ,  d r y  b a s i s ,  co r r ec t ed  t o  s t a n d a r d  c o n d i t i o n s ,  
a s  f o l l o w s :  

7 .4 .5  C r + 6  E m i s s i o n  C o n '  e n t r a t i o n .  C a l c u l a t e  cs 

7 .4 .6  T o t a l  Chromium E m i s s i o n  C o n c e n t r a t i o n .  C a l c u l a t e  
c ( g / d s c m ) ,  t h e  t o t a l  c h r o m i u m  c o n c e n t r a t i o n  i n  
t g e  s t a c k  g a s ,  d r y  b a s i s ,  c o r r e c t e d  t o  s t a n d a r d  
c o n d i t i o n s  a s  f o l l o w s :  

7 .4 .7  I s o k i n e t i c  V a r i a t i o n ,  A c c e p t a b l e  R e s u l t s .  S a m e  
a s  M e t h o d  5 ,  S e c t i o n s  6.11 a n d  6 . 1 2 ,  ' 

r e s p e c t i v e l y .  

8. OTHER METHODS. 

8 . 1  T o t a l  ch romium d e t e r m i n a t i o n  by  a t o m i c  a b s o r p t i o n  
s p e c t r o s c o p y .  T h i s  m e t h o d  uses  t h e  d i r e c t  a s p i r a t i o n  
m e t h o d .  

8 . 2  H e x a v a l e n t  c h r o m i u m  by flameless atomic a b s o r p t i o n  
s p e c t r o s c o p y .  T h i s  m e t h o d  c o m p l e x e s  h e x a v a l e n t  ch romium 
w i t h  a m m o n i u m  p y r r o l l d i n e  d i t h i o c a r b a m a t e .  T h i s  
ch romium c o m p l e x  is t h e n  m e a s u r e d  by a t o m i c  a b s o r b t i o n  
s p e c t r o p h o t o m e t e r  e q u i p p e d  w i t h  a f l a m e l e s s  a c c e s s o r y .  
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F i  t c t  Tcbe C-Fzctc.? : c.  E Z 1  
E c r ~ l i n g  T i r e :  4 i t i . G O  minctes  
P . V ~ .  d e l t a  E C r i f i c e  P r e s s u r e :  . r.25 inches l i 2 C  
F v g .  j ( L e l t e  E Eitct  P r e s s u r e ) :  C.66 j ( i n c h r S  ii;C) 

- 133.4 q i l l i l i t e r ?  
F a r t i c u l s t e  C t t c b :  6 € . ~  ,uo- 1 r ~ i l l i 5 r a r :  /Us I rlQ-'*f 
K2C i n  I s F i n g e r s  ar.? S i l i c a  Gel: 

,Cteck t icenEicns :L= 2 0 . 7 5 6  b i =  1 5 . 5 G C  i nches  
Etzck f r e c :  
E t zc k Tesye ri t ur e : 
1.Grcc.e t r ic Er E E sure : 
c z  Ir. Etcck:  
cc; IC Ctscir: 
CC I n  S.t;ck.: 
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h i r e t i c  F z t i c :  
rec tc i  S a c : ~ l e  k l c r c :  
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