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SUMMARY OF PROJECT

Spectronic Genesys 5 spectrophotometer was used to determine the influence of brewing tea in different environments such as different pH, temperatures, deionized and tap water. 3 main types of tea, black, green and oolong were used. Also varying grades of tea were compared. Brewing tea in different pHs and in tap water causes a change in the peak absorbance of the wave spectra. At pH of 6 and 8, the peak absorbance was lower than when brewed in deionized water. In tap water, the shape of the curve as well as the peak absorbance is changed. Hence, brewing the tea in tap water or solutions of different pH affect the taste of tea.  By comparing the wave spectra patterns of high-grade and low-grade teas brewed at 500C, it was found that high-grade tea had a lower peak at absorbance than low-grade tea. This could be because in the processing of high-grade tealeaf, compounds that are deemed low grade are removed, resulting in a low peak absorbance. Both caffeinated and decaffeinated black and green teas were tested and the molar extinction coefficients of the extracted caffeine were determined to be 0.89 + 0.086 mol/L.cm and 0.84 + 0.067 mol/L.cm, respectively.  The 2 molar coefficients of caffeine extracted from tea, ε1 and ε2, were found to be statistically similar to that of the molar coefficient of pure caffeine solution, ε3 (0.93 + 0.023 mol/L.cm), at 95% confidence.  Also, Caffeine concentration in black tea is 33.3% higher in black tea, with a caffeine concentration of 0.0064 + 0.0000149 g/L compared to 0.0048 + 0.0000111 g/L in green tea.

Objectives:

The original objectives of this experiment were to determine if different brewing temperatures and brewing solutions (deionized water, tap water, phosphate buffer solutions of pH 6 and pH 8) would affect the compounds extracted from tea, to determine the molar extinction coefficient of caffeine extracted and compare it to that of a pure caffeine solution, and to determine if higher grades of tea contained more polyphenols than lower quality teas.  Additional objectives were to see if tea extracts could behave as buffers and to find an ideal buffer, which would not react with the tea.  

Proposed Specific Aim:

Our specific aim was to determine the molar extinction coefficient of caffeine from tea extract to be statistically similar to the molar extinction coefficient from a pure caffeine solution at 95% confidence.

Background:

Tea

There are three types of tea: green, oolong and black. Black tea is fully fermented, oolong tea is partially fermented and green tea is not fermented. The characteristic compounds of tealeaves are polyphenols. The oxidative fermentation process converts polyphenols into thearubigens, which changes the chemical structure of the tealeaf.  Hence, green tea would have the highest percentage of polyphenols and black tea would have the least.    Fermentation allows the key flavor characteristics to emerge, which is why each type of tea has a different flavor.  

Caffeine

Caffeine is present in tea, approximately 0.2% dry weight
. Caffeine increases pulse rate because it increases the strength and frequency of heartbeats, which can lead to high blood pressure. Caffeine also acts as a mild and harmless diuretic and taken in excess could lead to dehydration. The half-life of caffeine is 4-5 hours so it takes about 10-12 hours for the body to dispose of.
Absorption Spectrophotometry 

In absorption spectrophotometry, when a light source scans a solution in the cuvette, some of the UV light is absorbed, which causes a decrease in the intensity of the initial light source.  This decrease in intensity depends on the molecular composition of the material.
  The Spectronic Genesys 5 Spectrophotometer can measure the absorbance for every wavelength, in this experiment the range was 200 to 400nm.  Once the absorption spectra were plotted at a fixed wavelength and the concentrations of the solutions were calculated, the molar extinction coefficient was determined using the Beer-Lambert law:  A=()Cl.

Hypothesis:
The hypotheses remained the same throughout the experiment. One of the hypotheses for this experiment was that for tea brewed at temperatures ranging from 70 to 90oC the wave spectra pattern would have one major peak at 273nm, and at temperatures ranging from 30 to 40oC the wave spectra pattern would have multiple peaks, clustering around 273nm, with lower absorbance values.  Another hypothesis was that the ions in tap water (Cl-, F-, Ca2+, Pb2+) and changes in the pH of the brewing solution would affect the compounds extracted from the tea, thus changing the wave spectra.  The remaining hypotheses were that a higher quality tea would contain more polyphenols, and therefore have a higher absorbance value and that black tea would have the least amount of polyphenols when compared to oolong and green teas, due to the fermentation process. 

Apparatus and Materials:

1. Spectronic Genesys 5 Spectrophotometer



2. Hot plate





 

3. 100 ml graduated cylinder 



 

4. 150 mL beakers 




 

5. Stopwatch







6. pH meter







7. Electronic Balance: Mettler PB303 (50 to 300+0.01g)
8. Tea: decaf/caffeinated green & black, oolong, gourmet black/green/oolong 

9. Coffee Filters 

10. Mercury thermometer

11. Pipette man – 1000, 200, 20 μl

12. Phosphate buffer solution (pH6 & 8)

13. Pure caffeine solution

14. 1cm cuvettes (<300nm)

Methods

Generalized Extraction method 

1. Place tea bag in 100 ml of solution at constant temperature for 5 minutes.

2. Pour brewed tea into 100ml-graduated cylinder. Make final volume 100 ml to compensate for evaporation.

3. Dilute solution 40 fold (1:40). 

4. Filter solution with coffee filter to rid solution of particulates.

5. Collect baseline scan of base solution. 

6. Conduct survey scan of solution (200-400nm).

*Repeat the above steps for each type of extraction method.

Result

Black, green and oolong teas were brewed at various temperature (30, 40 50, 70 and 900C) for five minutes.  Also, all the tea solutions were brewed in a same volume of 100 ml deionized water.  The brewed tea solutions were then diluted at 1:40 ratio and the Spectronic Genesys 5 Spectrophotometer was used to recorded the wave spectra of wavelength range 200 – 400 nm.

For black tea brewed at 30, 40, 50, 70 and 900C, its peak absorbance value at the wavelength of 273 nm are 1.503, 1.515, 1.522, 1.629 and 2.011 respectively.  Also, the wave spectra pattern of black tea brewed at different temperatures display the same behavior, containing two major peaks at the wavelength of 225 and 273 nm (shown in Figure 1.).
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Figure 1. Wave spectra pattern of black tea brewed at different temperatures

For green tea brewed at 30, 40, 50, 70 and 900C, its peak absorbance value at the wavelength of 273 nm are 1.482, 1.567, 1.602, 1.704 and 1.879 respectively.  Also, the wave spectra pattern of black tea brewed at different temperatures display the same behavior, containing two major peaks at the wavelength of 225 and 273 nm (shown in Figure 2.).
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Figure 2. Wave spectra pattern of green tea brewed at different temperatures
For oolong tea brewed at 30, 40, 50, 70 and 900C, its peak absorbance value at the wavelength of 273 nm are 0.723, 0.947, 1.505, 1.713 and 1.852 respectively.  Also, the wave spectra pattern of black tea brewed at different temperatures display the same behavior, containing two major peaks at the wavelength of 224 and 273 nm (shown in Figure 3.).

[image: image3.wmf]Wave Spectra Pattern of Oolong Tea Brewed at 

Different Temperatures

0

0.5

1

1.5

2

2.5

3

3.5

4

200

250

300

350

400

Wavelength (nm)

Absorbance

30

40

50

70

90


Figure 3. Wave spectra pattern of oolong tea brewed at different temperatures
With an assumption that only caffeine is removed from the caffeinated tea to obtain decaffeinated tea, the wave spectra pattern of the decaffeinated black tea brewed at 500C is subtracted from the wave spectra pattern of the caffeinated black tea brewed at 500C to obtain the wave spectra pattern of the caffeine present in the black tea.  The corrected curves of the wave spectra of caffeine, which is shown in different concentration of caffeine (10, 30, 50, 70, 90 and 100%), are displayed in Figure 4.
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Figure 4. Corrected curves for caffeine in black tea

Using the same process, the wave spectra pattern of the decaffeinated green tea brewed at 500C is subtracted from the wave spectra pattern of the caffeinated green tea brewed at 500C to obtain the wave spectra pattern of the caffeine present in the green tea.  The corrected curves of the wave spectra of caffeine, which is shown in different concentration of caffeine (10, 30, 50, 70, 90 and 100%), are displayed in Figure 5.
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Figure 5. Corrected curves for caffeine in green tea

The various concentrations (mol/L) of caffeine from black tea solution are calculated and plotted against their peak absorbance value at the wavelength of 273 nm.  The slope of the best-fit line represents the molar extinction coefficient of the caffeine extract from the black tea solution.  The molar extinction coefficient for the caffeine in black tea is 0.89 + 0.0864 mol/L*cm.  The plot of the absorbance vs. concentration of caffeine from black tea is represented in Figure 6. For this plot, the R2 value is 0.9553.
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Figure 6. Graph of Absorbance vs. Concentration of caffeine from black tea

The various concentrations of caffeine from black tea solution are calculated in term of mol/L and plotted against their peak absorbance value at the wavelength of 273 nm.  The slope of the best-fit line plotted represents the molar extinction coefficient of the caffeine extract from the green tea solution.  The molar extinction coefficient for the caffeine in green tea is 0.84 + 0.0673 mol/L*cm.  The plot of the absorbance vs. concentration of caffeine from black tea is represented in Figure 7.  For this plot, the R2 value is 0.969.


[image: image7.wmf]Absorbance Vs concentration of Caffeine from 

Green tea

y = 0.8412x + 0.0269

R

2

 = 0.969

0

0.05

0.1

0.15

0.2

0.25

0

0.05

0.1

0.15

0.2

0.25

0.3

Concentration(mol/L)

Absorbance


Figure 7. Graph of Absorbance vs. Concentration of caffeine from green tea

The graph of absorbance vs. concentration of diluted pure caffeine solution is plotted to obtain the molar extinction coefficient of pure caffeine, which is the slope of the best-fit line plotted.  Various solutions of pure caffeine were made with different concentrations and put through the spectrophotometry test to obtain their respective peak absorbance reading at the wavelength of 273 nm.  From Figure 8, the molar extinction coefficient of the pure caffeine is determined to be 0.93 + 0.0235 mol/L*cm.  The plot has the R2 value of 0.9992.
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Figure 8. Graph of absorbance vs. concentration of pure caffeine solution

	 
	Molar Extinction Coefficient (mol/L*cm)
	Uncertainty
	95% confidence intervals

	Black Tea
	0.89
	0.086
	0.222

	Green Tea
	0.84
	0.067
	0.173

	Pure Caffeine
	0.93
	0.023
	0.073


Table 1. Molar extinction coefficients of caffeine in various solutions

The molar extinction coefficients for caffeine in green and black are compared to that of the diluted pure caffeine solution using a test of significance.  Then t-stat values that of the green tea is 1.138 while that of the black tea is 0.461 (shown in Table 2).

	Green tea against pure caffeine solution
	1.137882

	black tea against 

pure caffeine solution
	0.460528


Table 2.  T-stat values

Using the proportionality calculation, the concentration of caffeine in black tea and green tea tested were found to be 0.0064 + 0.0000149 g/L and 0.0048 + 0.0000111 g/L.  This is calculated by comparing the peak at wavelength of 273 nm of the two corrected curves (black and green teas) to that of the diluted pure caffeine solution (shown in Figure 9.).  The concentration of the diluted caffeine solution was calculated to be 0.0537 + 0.000125 g/L.
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Figure 9. Comparison of caffeine in black tea, green tea and diluted pure caffeine solution.

The wave spectra patterns of black tea brewed at 500C in deionized water (pH 7) and phosphate buffer solutions (pH 6 and 8) show that the peak absorbance level at the wavelength of 273 nm is highest in pH 7 and followed by pH 6 and 8 (shown in Figure 10).  The peak absorbance level for pH 7, 6 and 8 are 1.503, 1.224 and 0.837, respectively.  The wave spectra patterns of black tea brewed in different pH environment show the same pattern.
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Figure 10. Wave spectra pattern of black tea brewed in pH 7 (DI) and pH 6 and 8 (buffer)

Black tea were brewed at 500C in both deionized and tap water environment, and their respective wave spectra patterns are observed.  The wave spectra pattern of black tea brewed in tap water shows a slightly higher peak absorbance level (1.568) at lower wavelength of 270 nm, compared to that of the black tea brewed in deionized water which shows the peak absorbance level of 1.502 at the wavelength of 273.
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Figure 11. Wave spectra patterns of black tea brewed in deionized and tap water

For the three different types of tea, both cheap (approximately 10cents/cup) and expensive (approximately $2.50/cup) versions were brewed at 500C, and their wave spectra patterns were compared (shown in Figure 12).  The wave spectra patterns of the expensive teas are represented as the higher three graphs (blue, purple and black) while the cheap ones are shown as the lower three graphs (red, orange and pink).  At wavelength of 273 nm, the peak absorbance levels for cheap and expensive black tea are 1.568 and 0.407, respectively.  For the cheap and expensive green teas, their peak absorbance levels are 1.501 and 0.402, respectively.  For the cheap and expensive oolong teas, their peak absorbance levels are 1.499 and 0.378, respectively.  Approximately, the peak absorbance level at wavelength 273 nm for the cheap teas are 4 times greater than those of expensive version.
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Figure 12. Wave spectra pattern of cheap and expensive teas 

Analysis

One of the hypotheses for this experiment was that for tea brewed at high temperatures (70oC, 90oC) the wave spectra pattern would have one major peak at 273nm, and at low temperatures (30,40,50oC) the wave spectra pattern would have multiple peaks, clustering around 273nm, with lower absorbance values. The major peak would be an average peak of the compounds extracted at these high temperatures. At lower temperatures, compounds that are harder to extract need larger amounts energy and would remain in the tealeaves, smaller peaks at multiple wavelengths would be expected. Initially, temperatures of 50oC, 70oC and 90oC were selected; expecting that at 70oC and 90oC, a major peak would be seen while at 50oC multiple peaks would be expected. However, it was found that the height of the major peak decreased successively with each reduction in brewing temperature (Figures 1,2 3). Other than that, little variation was seen in the peaks of extractions at these temperatures. Hence, temperatures of 30oC, 40oC and 50oC were chosen.  As before, one major peak was seen at 273nm, which the absorbance decreasing with temperature. Hence, the original hypothesis was proven wrong due to the fact that the tealeaves only need to be immersed in a solution of low temperature (30oC and above) in order for all its different types of compounds to be extracted. This fact makes tea an easy beverage to prepare, requiring moderate temperatures to brew. 

The caffeine concentration was in green and black tea was obtained by comparing the peak of the corrected curves of green and black tea with the peak absorbance of caffeine. The concentration of caffeine in black tea was 0.0064 + 0.0000149 g/L and in green, 0.0048 + 0.0000111 g/L. The concentration of caffeine in black tea is 33.3% higher in black tea than in green tea.

The wave spectra of decaffeinated green/black tea are subtracted from the wave spectra of green/black tea to obtain the wave spectra of caffeine.  This subtraction is performed on dilutions of the working solution so that the wave spectra of caffeine at these dilutions are obtained. To obtain the concentration of the working solution, the peak absorbance of the caffeine curve for the working solution is compared to the peak absorbance of pure caffeine solution. Then, the peak absorbance against concentration is plotted (Figure 7,8,9) and from the slope of the curve the peak, the molar extinction coefficient of the caffeine is obtained. The extinction molar coefficient of caffeine extracted from black tea (Figure 7), ε1, is 0.89 + 0.086 mol/L.cm with a R2 coefficient of 0.9553 and from green tea (Figure 8), ε2, 0.84 + 0.067 mol/L.cm with a R2 coefficient of 0.969. The high R2 coefficient values indicate a good correlation of data to the linear fit. Dilutions of the pure caffeine solution are done and the peak absorbance against concentration was plotted. The gradient of the linear regression gives the molar extinction coefficient of the pure caffeine solution (Figure 9),. The extinction molar coefficient of pure caffeine solution is 0.93 + 0.023. A test of significance performed yields a T-stat value of 0.461 for the molar extinction coefficient of caffeine extracted from black tea compared to the molar extinction coefficient of pure caffeine solution. For the molar extinction coefficient of caffeine extracted from green tea compared to the molar extinction coefficient of pure caffeine solution, the T-stat value is 1.138. The T-stat values are below the critical z-value of 1.96, this shows that the 2 values of molar extinction coefficient of caffeine from green and black tea did not differ statistically from the molar extinction coefficient of pure caffeine solution at 95% confidence. This indicates that caffeine was present in the extract. 

In the calculation of ε1 and ε2, the assumption that the decaffeinating process only removed caffeine from the tealeaves was made. However, a percentage of polyphenols are inevitably lost as part of the process.  For example, imagine that the polyphenols makes up 20% of the absorbance reading at peak wavelength. This corresponds to a 20% shift downwards of the linear regression of all points. This shift is shown in the figure on the left below. The magnitude of the shift is greatest for 100% working solution and least for 0% solution. As the concentration of the working solution is determined by the absorbance of the working solution, the linear fit has to be shifted to the left as the concentration decreases by 20% for all dilutions. The corresponding shift is shown in the figure on the right below. Again, the magnitude of each shift decreases with increasing dilutions. Hence, at 100% working solution, the shift left is the greatest while the shift at 10% solution is the smallest. The effect of these 2 shifts on the gradient (molar extinction coefficient) cancel each other out as the concentration and absorbance of caffeine are related in a almost 1:1 ratio. Therefore, the assumption that the decaffeinated process only removed caffeine was valid and does not affect the final calculation of the molar [image: image12.wmf] 
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The three types of tea, green, black, and oolong, were brewed in distilled water, tap water, a phosphate buffer solution of pH 6, and a phosphate buffer solution of pH 8.  These solutions were used to test if the wave spectra of the extracts are affected by varying pHs. The range of pH was selected to represent the possible pHs that tap water could have. Polyphenols are the characteristic compounds in tea, and the type of polyphenols extracted determines the flavor of tea. The wave spectra of tea brewed in pH of 6 and 8 differed from the wave spectra of tea brewed in deionized water, having a peak absorbance of 1.224 for pH 6 and at 0.837 for pH 8 as compared to tea brewed in deionized water (Figure 10). This shows that in differing pHs, the flavor of the tea is changed.     

Tap water contains many different ions like calcium, magnesium, lead, potassium, etc.  A survey scan with the spectrophotometer of tap water does not yield any data (within the 200nm to 400nm range) because the ions do not absorb any light in that range. Therefore, during brewing, these ions change the wave spectra of tea extract by reacting with the tea extracts.  Figure 11 shows the shape of the curves when tea is brewed in tap water and deionized water. In tap water, a higher peak is seen, shifted to the left of the peak in deionized water.  Hence, this could be the reason why cafes like star buck’s use deionized water when brewing tea or coffee, as the ions in tap water will affect the taste. 

High-grade green and black tealeaves were obtained from China Products, a company that produces a brand of tea called Asian Gourmet. The wave spectra of these leaves brewed at 50C for 5 minutes were compared to that of low-grade tea (in this case, low grade tea is the tea used in the previous experiments). The estimated cost of a cup of gourmet tea is $2-3 while the cost of a cup of low-grade tea is $0.10.  The original hypothesis was that gourmet teas would contain higher concentrations of polyphenols when compared to the lower grade tea of the same kind, which is indicated by a higher absorbance at peak wavelength on the wave spectra. However, the data showed that the absorbance at peak was actually lower in high-grade teas compared to low-grade teas (Figure 12) and hence high-grade teas have a lower concentration of polyphenols than low-grade teas. This data was consistent with all 3 kinds of tea. One explanation could be that the refining process of gourmet teas removes polyphenols that are deemed low grade and hence have a lower absorbance at peak.

Dilutions were done gravimetrically instead of volumetrically. As the solutions were dilute, it was assumed that the solutions had the density of 1g/ml. The volumes necessary were measured, using the Mettler PB303 scale, which has an error of + 0.01g in the 50-300g range. For example, the error of a 50% dilution with a total volume of 3 ml would be 0.04%. If done volumetrically, the resulting error of this dilution would be 0.25%. Hence, the error is reduced if dilutions are done gravimetrically. The only drawback was that the dilutions took a long time and were tedious to make. In the appendix, the actual dilutions are given in table form. Also, the volumes of the dilutions were large enough so that the cuvettes could be rinsed out once with the solution itself before recording the wave spectra of the solution. This reduces error introduced when there is water present in the cuvette or residual solution left from the last recording.  Evaporation of the brewing solution was accounted for by topping up the solutions after brewing back to the 100 ml mark. This topping up was done before filtering the solution
. As little or no tea compounds were lost during evaporation, this brought back the solution to 100ml with the original concentration prior to evaporation.  

Conclusion:

1) The molar extinction coefficient of caffeine extracted from black tea (ε1) is, 0.89 + 0.086 mol/L.cm and from green tea (ε2) is 0.84 + 0.067 mol/L.cm. The molar extinction coefficient of the pure caffeine solution (ε3) is 0.93 + 0.023 mol/L.cm.

2) The 2 molar coefficients of caffeine extracted from tea, ε1 and ε2, were found to be statistically similar to that of the molar coefficient of pure caffeine solution, ε3, at 95% confidence.

3) The caffeine concentration in black tea was 0.0064 + 0.0000149 g/L and in green tea, was 0.0048 + 0.0000111 g/L. Caffeine concentration in black tea is 33.3% higher in black tea.

4) All types of compounds in tea are extracted at 30oC.  Increasing the temperature of the brewing solution only causes an increase in the peak absorbance without a change in shape of the wave spectra. This means increasing the temperature results in an increase in the concentration of the compounds extracted.  

5) Brewing tea in different pHs and in tap water causes a change in the peak absorbance of the wave spectra. At pH of 6 and 8, the peak absorbance was lower than when brewed in deionized water. In tap water, the shape of the curve as well as the peak absorbance is changed. Hence, brewing the tea in tap water or solutions of different pH affect the taste of tea.

6) High-grade tea had a lower peak at absorbance than low-grade tea. This could be because in the processing of high-grade tealeaf, compounds that are deemed low grade are removed, resulting in a low peak absorbance. 

Recommendations:

· Use a heating device that is able to keep the brewing solution at a constant temperature. 

· In this experiment, the 3 main types of teas, black, oolong and green were compared.  Future experiments could focus on the comparing in wave spectra of different flavors of tea. For example, within the class of black teas, earl gray and Darjeeling could be compared.

· Tea is usually drunk with sugar. Therefore, an interesting comparison would be how the wave spectra changes with addition of sugar.

· Tea was brewed at temperatures ranging from 30 to 90, but no change in wave spectra pattern was observed. Therefore, tea brewed in temperatures lower than 30 should be observed. It can be achieved by placing the brewing solution in a fridge until a steady temperature is reached and then brewing the tea in that temperature for 5 minutes.  

	Black Tea (caffeinated)
	 
	 
	
	 

	Dilution (%)
	Final mass of diluted solution
	Mass of tea solution
	%Uncertainty
	Actual Dilution (%)

	90
	3
	2.702
	0.037258009
	90.067

	70
	2.999
	2.102
	0.015905646
	70.09

	50
	2.994
	1.498
	0.013360059
	50.03

	30
	3.009
	0.905
	0.015802575
	30.076

	10
	3
	0.299
	0.037147149
	9.967

	 
	 
	 
	
	 

	Black Tea (decaffeinated)
	 
	 
	
	 

	Dilution (%)
	Final mass of diluted solution
	Mass of tea solution
	%Uncertainty
	Actual Dilution (%)

	90
	2.995
	2.698
	0.037376483
	90.083

	70
	3
	2.101
	0.015883109
	70.033

	50
	2.999
	1.499
	0.013337781
	49.983

	30
	2.998
	0.9
	0.015877555
	30.02

	10
	2.999
	0.299
	0.03714852
	9.97

	 
	 
	 
	
	 

	Green Tea (caffeinated)
	 
	 
	
	 

	Dilution (%)
	Final mass of diluted solution
	Mass of tea solution
	%Uncertainty
	Actual Dilution (%)

	90
	2.994
	2.696
	0.037266246
	90.047

	70
	3.03
	2.212
	0.016745735
	70.033

	50
	3.031
	1.516
	0.013196966
	50.016

	30
	3.003
	0.902
	0.015846113
	30.037

	10
	3.007
	0.301
	0.036918083
	10.01

	 
	 
	 
	
	 

	Green Tea (decaffeinated)
	 
	 
	
	 

	Dilution (%)
	Final mass of diluted solution
	Mass of tea solution
	%Uncertainty
	Actual Dilution (%)

	90
	3.01
	2.709
	0.03691399
	90

	70
	3.007
	2.104
	0.015827049
	69.97

	50
	2.997
	1.498
	0.013346681
	49.983

	30
	2.996
	0.9
	0.015882103
	30.04

	10
	3.001
	0.303
	0.03670975
	10.097


Appendix

Table 1. Concentration information of black and green (caffeinated and decaffeinated) tea solution

3. In the presentation, we mistakenly reported that topping up was done after filtering. In the actual lab, filtering was done after topping up.  In the project proposal, under the methods, the procedure was as such. 
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